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ABSTRACT OF THE DISSERTATION 
CARBON NANOTUBE BASED SYSTEMS FOR HIGH ENERGY EFFICIENT 
APPLICATIONS 
by 
Indranil Lahiri 
Florida International University, 2011 
Miami, Florida 
Professor WonBong Choi, Major Professor 
In the current age of fast-depleting conventional energy sources, top priority is 
given to exploring non-conventional energy sources, designing highly efficient energy 
storage systems and converting existing machines/instruments/devices into energy-
efficient ones. ‘Energy efficiency’ is one of the important challenges for today’s 
scientific and research community, worldwide.    
In line with this demand, the current research was focused on developing two 
highly energy-efficient devices – field emitters and Li-ion batteries, using beneficial 
properties of carbon nanotubes (CNT). Interface-engineered, directly grown CNTs were 
used as cathode in field emitters, while similar structure was applied as anode in Li-ion 
batteries. Interface engineering was found to offer minimum resistance to electron flow 
and strong bonding with the substrate. Both field emitters and Li-ion battery anodes were 
benefitted from these advantages, demonstrating high energy efficiency. Field emitter, 
developed during this research, could be characterized by low turn-on field, high 
emission current, very high field enhancement factor and extremely good stability during 
long-run. Further, application of 3-dimensional design to these field emitters resulted in 
viii 
 
achieving one of the highest emission current densities reported so far. The 3-D field 
emitter registered 27 times increase in current density, as compared to their 2-D 
counterparts. These achievements were further followed by adding new functionalities, 
transparency and flexibility, to field emitters, keeping in view of current demand for 
flexible displays. A CNT-graphene hybrid structure showed appreciable emission, along 
with very good transparency and flexibility. 
 Li-ion battery anodes, prepared using the interface-engineered CNTs, have 
offered 140% increment in capacity, as compared to conventional graphite anodes. 
Further, it has shown very good rate capability and an exceptional ‘zero capacity 
degradation’ during long cycle operation. Enhanced safety and charge transfer 
mechanism of this novel anode structure could be explained from structural 
characterization. In an attempt to progress further, CNTs were coated with ultrathin 
alumina by atomic layer deposition technique. These alumina-coated CNT anodes offered 
much higher capacity and an exceptional rate capability, with very low capacity 
degradation in higher current densities. These highly energy efficient CNT based anodes 
are expected to enhance capacities of future Li-ion batteries.  
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1116 mA g-1, respectively For comparison, theoretical specific 
capacity of graphite is included. (c) Specific capacity retention 
ability of the electrode in higher number of cycles. Numerical 
values mentioned in figure b and c denotes the current rate (mA 
g-1), at which charge-discharge tests are performed. (d) 
Coulombic efficiency and irreversible capacity loss, as a 
function of number of cycles 
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Figure 4.38:  A schematic of the advantageous features of ultrathin alumina 
coated MWCNT anode for Li-ion batteries 
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Figure 4.39: A comparison plot showing the specific capacities different 
anodes (as available in open literature) and that of the anodes in 
the present study, as a function of current density 
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Figure 4.40:   Differential scanning Calorimetry plots MWCNT anode, during 
different stage of preparation and different states of 
lithiation/de-lithiation 
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Figure 4.41:  Electrochemical impedance spectroscopy results for MWCNT-
on-Cu anodes, at different conditions of charge/discharge. (a) 
Nyquist plot for the whole frequency domain. (b) Nyquist plot 
for the frequency range 10 kHz – 100 mHz. (c) and (d) are Bode 
plots showing absolute impedance and phase-shift 
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Figure 4.42: Equivalent circuit with mixed charge transfer and diffusion 
control, for MWCNT-on-Cu anodes 
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Figure 4.43:    Li 1s, C 1s, O 1s, F 1s and P 2p XPS spectra of the anode after 
(a) 1st lithiation, (b) 1st de-lithiation, (c) 2nd lithiation, (d) 2nd 
de-lithiation and (e) 55th de-lithiation cycles 
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1. INTRODUCTION 
“Energy” is being considered as one of the most important challenges for today’s 
scientific community. As the source of conventional energy is fast depleting, it is 
imperative to search for alternate sources and save energy in all possible applications. 
Moreover, sources for conventional energy are the main cause behind increasing 
pollution and resulting global warming, which are serious threats to our habitat. Possible 
solutions to these issues could be developing alternate non-polluting energy sources (e.g., 
using natural resources like solar, wind power etc.), generating energy in a much more 
efficient way and minimizing energy loss, thus, saving energy, in each and every 
application. The main aim of this research work is to develop high efficiency energy 
sources, through two different applications: (a) cold field electron emission sources, 
which have potential applications in high power microwave devices, display materials 
and miniature x-ray sources for clinical (imaging) and medical (cancer treatment) 
purposes and (b) Li-ion (lithium-ion) rechargeable batteries, for powering future portable 
electronic devices and hybrid cars. 
With this goal, the basic idea is to implement interface-engineered carbon 
nanotubes (CNT) for fabricating these two types of devices, having high energy 
efficiency. Emphasis will be given on understanding the nature of the interface between 
CNTs and substrate materials, leading to an optimized interface. An in-depth analysis of 
electrical and electrochemical properties of the newly developed systems will be 
conducted to establish their advantages over the existing ones. Structural characterization 
will support properties of these CNT based systems.  
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1.1 Field Emission - Application of Carbon Nanotubes 
The process of field emission is known to human kind for more than a century, 
though most of its scientific basis was clarified in 1928 by Fowler and Nordheim [1, 2]. 
Tungsten (W) was the first material to be used for field emission [3]. It is also the mostly 
used field emitter material in commercial instruments. Among other materials, LaB6 has 
been very popular in practical applications [4]. After discovery of attractive properties of 
carbon nanotube (CNT) by S. Iijima [5] and demonstration field emission application of 
CNTs by de Heer et al. [6], CNTs took the center stage of field emission research. Within 
few years, first CNT-based practical flat panel field emission display was demonstrated 
[7]. Field emission research involving CNTs took a sharp peak after this period and many 
other applications have been demonstrated.   
1.1.1 Carbon Nanotube Based Field Emitters – Advantages, Limitations and Scope 
of Improvement 
In spite of immense popularity of CNTs, which can be related to its fine tips, high 
aspect ratio, good chemical resistance, efficient thermal and electrical conductivity and 
exceptional mechanical strength, ample opportunities exist for further development in 
this field. Two major properties, which need to be enhanced further for CNT-based field 
emitters, are turn-on field and emission current density. Turn-on field implicates the 
electrical energy input required to initiate electron emission from the device. In order to 
achieve an energy-efficient field emitter, turn-on field has to be minimized. On the other 
hand, emission current density needs to be maximized, in order to gain highest output 
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efficiency from the device. Significant developments in these two issues can further 
expand application of CNT-based field emitters. 
For practical device applications, stability of emission and device lifetime are two 
more extremely important parameters. Emission current achieved from the field emitter, 
should be stable enough for reproducible performance of the device. Further, its structure 
should be highly stable, so that device lifetime can be enhanced. For better structural 
stability, it is necessary to have strong bonding between CNTs and the substrate material 
used for the device, because failure from this interface has been known to be the main 
reason for restricting device life [8]. A strong bonding between CNT and substrate 
material can enhance device life. 
With an aim to address all these issues, it seems important to tailor the interface 
between CNTs and substrate. Moreover, substrate selection appears to play an important 
role in determining field emission response, as its resistance can significantly influence 
turn-on field and emission current density. A high-resistance substrate (and interface) will 
hinder electron movement towards CNTs and negatively affects these two important 
properties of the emitter.  Further, device design enhancements can increase output from 
the field emitters. Keeping in mind about all these possible solutions to overcome 
limitations of CNT-based field emitters, this study aims to develop an interface-
engineered CNT growth on low-resistance substrates, which can appreciably enhance 
field emission response. Design enhancements will also be performed to further advance 
these achievements and to add new features to CNT based field emitters.  
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1.2 Lithium Ion Batteries – Application of Carbon Nanotubes 
In the present age of extensive use of portable electronic devices, rechargeable (or 
secondary) batteries play important role as energy storage devices. Efficient use of 
rechargeable batteries can even lead to hybrid or all-electric vehicles, which is expected 
to revolutionize the automobile industries. Among all varieties of rechargeable batteries, 
lithium ion (Li-ion) batteries have quickly become very popular worldwide and are being 
extensively used in electronic gadgets and devices. Such quick industrial acceptance of 
Li-ion batteries owes to their excellent properties - high energy density, higher output 
voltage, absence of memory effect and lower self-discharge rate, as compared to other 
batteries. Comparing all these advantages, it seems quite obvious that Li-ion batteries are 
industrially accepted and have attracted lot of research activities in development of 
lithium ion batteries with higher capacity and better stability in long-cycle operation [9]. 
In commercial Li-ion batteries, a complex Li-compound is used as cathode and 
graphite is used as anode. Advancement in nanotechnology and specifically excellent 
properties offered by CNTs in various applications, propelled replacement of graphite by 
CNTs with an aim to achieve enhanced properties from the battery [10]. In spite of 
several such efforts, CNTs have not yet shown attractive properties to be considered as a 
replacement in commercial Li-ion batteries. 
1.2.1 Carbon Nanotubes as Anode in Li-ion Batteries – Pros and Cons and Scope 
of Improvement 
CNTs have their obvious advantages over graphite in anodic application in Li-ion 
batteries. First, CNTs being allotrope of graphite, their chemical interaction with Li is 
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expected to be known and should be quite similar to that with graphite. Second, CNTs 
offer much higher specific surface area (than graphite), which can remarkably enhance 
amount of Li+ ion intercalated into it. Higher Li+ ion storage ability allows CNT-based 
anodes to offer higher capacity. Third, CNTs are much better electronic conductor than 
graphite, which is anticipated to positively affect charge transfer kinetics [11]. With all 
these exciting features, CNTs are expected to excel as anode in Li-ion battery application. 
In contrary to this expectation, CNTs have not yet offered any such exciting 
properties, as an anode of Li-ion batteries, such that it can replace graphite in commercial 
Li-ion batteries. CNT based anodes have offered higher specific capacities than graphite 
anodes. But CNTs have also shown high irreversible capacity, which is intrinsic to higher 
surface area of a nano-material and is considered as a matter of serious concern for 
commercial applications. Further, safety is an important issue in Li-ion batteries and any 
new material to be used in Li-ion batteries should successfully demonstrate its safety 
features. With high surface area, which can participate in unwanted exothermic reactions 
leading to thermal runaway of the battery, CNTs are already presumed to offer less safety 
for the battery.  
With these pros and cons of CNTs for anodic application in Li-ion battery, it is 
necessary to offer solutions to each of the limiting factors. First of all, specific capacities 
of CNT-based anodes should be increased to such a level that its application in Li-ion 
battery offers direct benefit. Secondly, device lifetime, performance reliability and 
reproducibility should be enhanced for CNT-based anodes. These can be achieved by 
ensuring structural integrity of the anode during long cycle operations. Further, its safety 
factors should be demonstrated and if needed, be improved to match with the expected 
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levels, such that application of CNT based anodes in commercial Li-ion batteries 
(offering much higher capacity and faster charging) can be a reality in near future. The 
present research is focused to target these issues. 
1.3 Objectives of Present Research 
The overall goal of the present research is to demonstrate development of energy-
efficient devices in two different categories – field emitters and Li-ion batteries, using 
beneficial properties of carbon nanotubes. This main aim can be achieved through some 
specific objectives, as delineated below: 
 Understanding the role of substrate materials on the field emission response of 
CNTs, grown on them;  
 Analyzing the function of interface between CNTs and substrate on CNT growth 
and further on field emission response;  
 Optimizing selection of materials as substrate, underlayer, catalyst with the goal 
of developing an energy-efficient CNT based field emitter; 
 Quantifying the bonding energy between CNTs and substrates; 
 Exploring the possibilities of 3-dimensional design in improving field emission 
efficiency; 
 Understanding and analyzing new design and structural modifications in order to 
impart new functionalities, such as transparency and flexibility, to field emitters; 
 Exploring the possibilities of CNTs as anode in Li-ion batteries, with the aims of 
increasing its capacity, enhancing stability, without affecting safety issues; 
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 Understanding the charge transfer mechanism in CNT anodes in Li-ion batteries.  
Figure 1.1 presents a schematic representation of the planned research works, to 
be carried out during this study. 
The dissertation is segmented into different chapters, sections and subsections to 
efficiently narrate the developments related to this research work. Chapter 2 will present 
an overview of the state-of-the-art in the associated issues, specifically highlighting the 
scope of further research in those fields, which will justify the present research plans. 
Chapter 3 will give an account of the methodologies implemented in the present research. 
Fourth chapter, the center point of this dissertation, will present results of the current 
study and their scientific analysis leading to specific outcomes, in line with the already 
laid-out objectives. The key findings and achievements will be summarized in chapter 5. 
Further scope of research in the related fields and few specific recommendations for near-
future studies will be proposed in chapter 6. 
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Figure 1.1: Scheme of the present research plan.  
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2. LITERATURE REVIEW 
This chapter is divided into two broad sections. While the first section presents a 
comprehensive review of scientific investigations performed by other researchers on field 
emission and application of CNT as a field electron emitter, the following section deals 
with working principles of Li-ion battery and research efforts to use different materials, 
specifically carbon nanostructures, as anode of these batteries. An analysis of the 
presently available knowledge in these fields facilitates to point out the issues of concern, 
leading to experimental planning of this research work.  
2.1 Field Emission – History and Applications 
Emission, of ions or electrons, from the surface of energized metals, has been 
known to human kind for more than a century. Emission processes, in a broad sense, can 
be defined as the process of flow of charge carriers, either ions or electrons, from a highly 
energized metallic surface to another surface or over some kind of potential barrier. 
Emission processes can be divided into different categories either depending on the 
source of energy or on the nature of charge carriers. Based upon the process of energizing 
the metal surface, emission can be divided as field emission, thermal emission and 
thermal-field emission. On the other hand, nature of charge carriers leads to either 
electron emission or ion emission.  
The process of field emission was first observed by Robert W. Wood in 1897 [1]. 
However, it was due to Walter Schottky in 1923 [2] and R.H. Fowler and L.W. Nordheim 
in 1928 [3, 4] that an insight into the theory of the process was achieved. Putting in 
simple terms, during this process, an electric field is applied between two electrodes kept 
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under vacuum and electrons tunnel through the vacuum, from cathode to anode. This 
process is generally carried at room temperature or at slightly elevated temperature, 
allowing high applied electric field. The process could emit ions or electrons. 
Thermal emission, more popularly known as thermionic emission, is initiated by 
supplying thermal energy, so that thermally activated electrons or ions emit out of the 
surface of the electrode. Though this process was first reported by Daniel Lordan in 1873, 
it was due to Edison in 1880 that the theory behind the process could be understood. In 
1928, O.W. Richardson won the Nobel prize for explaining the thermionic emission 
process [5-7] and the basic equations were named after him. This process is generally 
carried out at high temperatures and low or negligible electric field.  
In the transition region of these two emission processes, one more process is 
defined as thermal-field emission process, in which a combination of electric field and 
thermal energy are used to excite the charge carriers [8, 9]. This process is, however, not 
as popular as the other two. Due to complex nature of this process, the governing 
equations for this process also become complicated, to be used in normal computing 
facility. Figure 2.1 shows a simple way to distinguish between these emission processes.  
 
Figure 2.1: Field and thermionic 
emission processes in a field-
temperature space, for an 
assumed work function of 4.5 eV 
[8]. 
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2.1.1 Theory of Field Emission 
In order to understand the basic process of field electron emission, it is first 
necessary to estimate the energy required to emit electron from a metal surface. First 
assumption made in this calculation process is that the metal surface is semi-infinite 
plate, having its normal in the z-direction. The surface of the metal is taken as z = 0. 
Among all possible energy terms, the most important is Fermi Energy (EF) – defined as 
the energy of the highest occupied electron state at absolute zero. Another very important 
energy term is the Work Function (φ) of the metal, which is defined as the minimum 
amount of energy, at absolute zero, that should be supplied to the metal before an 
electron can escape from its surface. Another energy term, the Image Force (given as –
e2/4z2, where the negative sign indicates that the attractive force is inward from the metal 
surface), is defined as the attraction force that an electrons feels towards the plane of a 
perfect conductor, when situated at a finite distance from it. Adding all these energy 
terms, the potential energy of an electron on vacuum side of the metal-vacuum interface 
is given by [8] 
   V(z) ≅ EF + φ - e2/4z2    (1) 
In the case of a field emission experiment, an external applied field is applied to 
the surface of the metal. In such cases, the potential energy field seen by an electron is 
given as  
   V(z) ≅ EF + φ - e2/4z2 – eFz   (2) 
Figure 2.2, presented in next page, schematically shows the potential energy field 
of an electron during field electron emission. This shows the amount of energy that needs 
to be supplied to an electron before it actually could escape from the metal surface.  
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Figure 2.2: Surface potential barrier seen by an electron during field electron emission 
(solid line). Contributions from image potential and applied field are shown by broken 
and broken-solid line, respectively. [8] 
It may be noted from the figure that the potential barrier takes a triangular kind of 
shape and it is lowest at highest energy level of electrons. Thus, it is easier for the 
electrons in higher levels of conduction band to be emitted easily, at a much lower 
applied field, than the electrons occupying lower energy levels.  
In order to calculate the current density obtained in field electron emission, the 
first thing to calculate is the number of electrons that hit the surface of the metal, from 
within the metal. The number of electrons, with normal energy between W and W + dW, 
impinging on the surface of the metal, from within the metal is given as 
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However, all the electrons impinging the surface of the metal can not emit from 
the metal surface. It will be decided by the probability D(W), known as transmission 
coefficient, to be transmitted through the surface potential barrier. Thus, the field 
emission current density, number of emitted electrons per unit surface area per unit time 
multiplied by the magnitude of electronic charge, is presented as 
    (4) 
where T and F denote temperature and applied field, respectively. Different terms 
of equation (4) can be written as follows: 
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Using the expressions from equations (5) – (8), equation (4) takes the following 
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Equation (4) is the most generalized form for any kind of emission (field or 
thermal), from a metal surface. Thus, this generalized form of the equation can be applied 
to the case of thermionic as well as thermal-field emission also. With proper assumptions, 
equation (4) leads to formulation of Fowler-Nordheim formula for field emission (at high 
applied field and low temperature) and to Richardson and Schottky formulae for 
thermionic emission (high temperature with weak or no applied field). Since, the main 
focus of this chapter is on field electron emission, it is suitable to mention the Fowler-
Nordheim formula, at this moment. 
 
         (10) 
Though equation (10), popularly known as Fowler-Nordheim (or, F-N) equation, 
was originally deduced for metallic electron emitting surfaces of conventional 3-
dimensional materials, it has successfully been used for other types of (non-metallic 
and/or non-3-diemnsional) materials, too. 
It may be appreciated at this point that in most of the practical cases, the emitting 
surface is not flat, but curved and small. Thus, removal of an electron from such a surface 
leads to consideration of a surface energy term. For such a system, the revised form of 
equation (2) should take the shape of 
V(z) ≅ EF + φ - e2/4z2 – eFz – 2γ0/r     (11) 
Analysis of equation (11) immediately shows the reason for better performance of 
nano-emitters. For a nano-structured material, surface energy (γ0) will be high. If the 
structure also has small tip radius (r), then the contribution from the term 2γ0/r will be 
very high, leading to a much smaller value for the potential barrier, V(z). This equation 
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shows clearly how an electron could be extracted more easily from a nano-emitter 
structure, as compared to a micro- or macro-emitter.   
In nano field emitters, it has been observed that the macroscopic field (FM), 
applied to it and the local field (F), at the tip of the emitter is not same and can be related 
by the following equation. 
      (12) 
where β is known as field enhancement factor.  
 It is experimentally found that the value of β is very high, in the range of 5000-
15000. Several theories exist in support of this behavior; however, none of them could 
satisfactorily explain this phenomenon properly [10]. One such theory predicts 
geometrical field enhancement due to nanostructures present on the surface of the 
emitter. However, atomically flat surfaces were also observed to show efficient field 
emission and thus, contradict this theory. Another approach [11] predicts negative 
electron affinity or lower work function supports high local field formation. In contrast to 
this claim, high work function materials like, hydrogen-terminated diamond was found to 
emit significantly. In another study, Robertson [12, 13] suggested that patch fields, 
different parts of surface having different work functions, might be responsible for low 
macroscopic field emission, though experimental observations against this theory also 
exist. It may be possible that each of these theories contributes towards high field 
enhancement factor, though any experimental proof of that fact or a detailed theoretical 
explanation is still not available.  
Field enhancement factor has also been known to be directly proportional to the 
aspect ratio (h/r, h being height and r being tip radius) of the emitter. It can immediately 
MFF β=
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be concluded that a wire type of structure will show better enhancement as compared to a 
plate-like structure. It is of no surprise that carbon nanotubes (CNT), having very high 
aspect ratios, are known as a promising candidate for field emitters. 
2.1.2 Materials Used in Field Emitters 
Field emission is being thoroughly investigated for almost last 50 years. During 
this time period, different materials have been characterized for their field emission 
response and some of them have found practical applications, too.  
Tungsten (W) was the first material used for field emission. In 1966, Swanson et 
al. [14] proposed total energy distribution from a tungsten field emitter and the research 
in this field started immediately. Among other materials, LaB6 has been very popular in 
practical applications. In last decade, carbon nanotube (CNT) was proposed as an 
excellent field emission material.  
 
 
 
 
 
 
Figure 2.3: Research trends for a variety of field emitter materials (decade wise 
publication list in English-language journals only). Source: scopus.com. 
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Table 2.1 summarizes a variety of materials that has been used for field emission. 
Due to space limitation, this table uses only a fraction of available literature – actual 
number of published literature is much higher. Figure 2.3 (previous page) presents a list 
of publications (decade-wise) for different field emitter materials. 
Table 2.1: Summary of materials used in field emitters  
Material Aim of the study Reference 
Tungsten Theoretical analysis of total energy distribution of a 
tungsten field emitter 
[14] 
Emission current and total energy distribution from 
different crystallographic planes of tungsten, with and 
without various gas adsorption on them  
[15-19] 
Experimental and theoretical analysis of emission of hot 
electrons 
[20] 
Field emission from tungsten nanowire [21] 
Multistage tungsten oxide nanowire and its field emission 
under poor vacuum condition 
[22] 
Carbon Field emission response from sharpened micro-size 
carbon fiber 
[23] 
Field emission from micro- and nano-sized diamond 
emitter arrays 
[24-27] 
Field emission from single wall- and multi wall- carbon 
nanotubes, in the form of arrays or individual nanotube 
[28-42]  
Field emission from single-layer, multi-layer and thick 
graphene structures 
[43-49] 
Silicon Large-area arrays of sharply-pointed field emitters on Si 
wafers 
[50] 
Molybdenum Closely packed arrays of micro-size Mo cones [51] 
Field emission from single crystalline MoO3 nanobelts [52] 
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Aluminum 
nitride 
Field emission response of AlN nanotubes [53] 
Boron-
Carbon-
Nitrogen 
Field emission behavior from individual B-C-N nanotube 
rope, in situ within a low-energy electron microscope 
[54] 
Copper oxide Field emission from aligned cupric oxide nanobelt film, as 
a function of temperature 
[55] 
Tin oxide Field emission from ~ 90 μm long SnO2 nanobelt array, 
grown on Si wafer 
[56] 
Zinc oxide Different morphologies of ZnO nanostructures – 
nanoneedle array, nanowire, nanopencils, nanorod array 
on different substrates and their field emission response 
[57-60] 
Lanthanum 
hexaboride 
Micro-tip and nanostructures of LaB6 and their field 
emission response 
[61-63] 
 
As can be observed from the figure and the table presented above, carbon 
nanotubes have attracted most attention as field emitter in the last decade and hence, 
demands special attention. Moreover, carbon nanotube based field emitter is one of the 
focus areas of the present research work.  This issue will, thus, be discussed in detail in 
the following sub-section. 
2.1.3 Carbon Nanotubes in Field Emitters 
Research on understanding field emission from CNTs and their application in 
field emission devices (FED) had taken a big jump in the last decade, owing to its unique 
structure and beneficial properties. Though field emission from carbon fibers has been 
known since 1973 [23], it was first in 1995 when a carbon nanotube based field emission 
electron source has been reported [30]. The device had an array of vertically aligned 
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CNTs and the total electron gun was only 0.2 mm thick. The electron source offered high 
current density and stability of emission (figure 2.4). With easy scalability to manufacture 
devices up to hundreds of square centimeters, the authors predicted its suitability for flat 
panel display applications. 
 
Figure 2.4: Field emission response from a vertically aligned CNT array. (a) Current-
voltage behavior, along with F-N plot in the inset, (b) stability of emission. [30] 
Though it took some time to follow this extremely significant study, but in 1999 
many exciting results were reported. Two important issues were addressed in two 
different studies – field emission energy distribution [33], which helped to understand the 
process of emission in a more detailed manner and environmental stability of field 
emission mainly in lower vacuum levels or in presence of moisture [34]. Further, Xu et 
al. [32] reported an inexpensive and controllable process to produce uniform and high 
density of carbon nanotube emitters on large substrate surfaces. Device, prepared by 
them, has shown 100-1000 mA cm-2 current density at a low macroscopic electric field of 
10-15 V µm-1. With support from the knowledge gained from all such studies and 
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fulfilling predictions made by de Heer et al. [30], Choi et al. from Samsung Electronics 
have demonstrated an actual CNT based field emission display (figure 2.5) – 4.5 inches 
in size [31]. High brightness, good emission current at comparatively low electric field 
and good stability of emission immediately attracted attention worldwide. Incidentally, a 
sudden jump in research of CNT based field emission was observed in the next decade, 
which is continuing till now. 
 
 
 
 
 
Figure 2.5: (a) Schematic design of the carbon nanotube based flat panel display and (b) 
the actual field emission device showing three different color modes. [31] 
Extending this research further, Saito et al. have successfully manufactured 
cathode-ray tube type lighting elements and vacuum fluorescence display (VFD) panels, 
by replacing conventional thermionic cathodes by multiwall carbon nanotubes 
(MWCNT) [35]. These exciting new device performances were quickly followed by 
application of new structures – such as CNTs grown on pointed tungsten tips [36], carbon 
nanofibers [37], single MWCNT [38]. All these initial success stories have sparked wide 
research activities involving application of CNTs in field emission. As can be seen from 
figure 2.3, this enthusiasm could be reflected in more than 1400 journal publications (in 
English language only) during the time period 2001-2010. In the short space of this 
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dissertation, it is not possible to refer most of them. However, some of the important 
findings will be listed below. 
As an important development of application of CNTs in field emission displays, it 
is necessary to understand behavior of CNTs in presence of different types of phosphors. 
It was observed that emission from CNTs degrade with time in presence of phosphor 
anode in a field emission back-light unit [64]. Such degradation could be related to 
degassing of Zn and S from the phosphor and modification of tips of CNTs to a non-
hexagonal network of carbon atoms, which changed its work function. This study was 
important to identify a practical device problem. 
For wider acceptance of CNTs as a field emitter material, it is important to reduce 
production cost of CNTs and to make it a environmental friendly synthesis route. In an 
effort to address this issue, Kumar et al. [65] have shown three dimensional growth of 
well-aligned high-purity MWCNT arrays on Si, Ni-coated Si and Co-coated Si substrates 
by thermal decomposition of a botanical carbon source – camphor. When used in field 
emission device, these MWCNT array have shown 20-30 mA cm-2 emission current at an 
excitation field of 5.6 V µm-1 and stability up to 5 months under continuous operation.  
This achievement prompted further research activities in this field. 
Enhancing field emission current density from the CNT based emitters is always 
considered as an important step. One simple way could be to add a gate structure to the 
otherwise diode kind of structure. Such triode type of emitter structure could either be 
top-gated or bottom-gated. In a bottom-gated type device, in which gate electrodes were 
located underneath CNT cathodes with an in-between insulating layer, it was observed 
that emission response was enhanced when a patterned insulator was used [66]. Figure 
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2.6 presents the schematic diagrams of device structure. Accumulation of emission 
electrons in the insulating layer was reduced by patterning the insulator. Simple structure 
and easy fabrication process of this kind of device is attractive for practical applications. 
 
 
 
 
 
 
 
 
 
Figure 2.6: Schematic representation of the device design having a bottom-gated 
structure, using (a) whole insulating layer and (b) a patterned insulating layer. [66] 
Constructing a top-gated structure, Seelaboyina et al. [40] have used an electron 
multiplier micro-channel plate (MCP) as a top-gate-equivalent structure. Figure 2.7 (a) 
shows the schematic of the emitter structure. Enhancement in field emission current is 
immediately evident from figure 2.7 (b). Enhancement in the field emission current could 
be related to dual effect of MCPs. First, MCP operates by avalanche multiplication of 
secondary electrons, which are generated when incident electrons strike the channel walls 
of a MCP. A voltage applied across the ends of the MCP creates a field which accelerates 
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the secondary electrons along the channel leading to avalanche multiplication. Second, 
MCP protects the CNTs from irreversible damage during vacuum arcing. 
 
 
 
 
 
 
 
 
 
 
 
 
 
Figure 2.7: Thin MWCNT based field emitter structure using micro-channel plate 
(MCP). (a) Schematic of the device structure, (b) field emission responses with and 
without  MCP. [40] 
Different hybrid structures were also proposed for enhancing field emission 
current. One example is growth of CNTs on thin W tips, as mentioned before in this sub-
section. In another variety of hybrid structure, it was shown that a multistage CNT 
emitter array, consisting of vertical arrays of SWCNTs and thin MWCNTs grown on 
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MWCNTs, could significantly enhance emission response [41]. Figure 2.8 presents 
structure and field emission response of this structure. 
 
Figure 2.8: Multistage CNT array field emitter. (a) and (b) SEM images of the structure, 
(c) field emission response. [41] 
The beneficial effect of the multistage structure is clearly visible from figure 2.8 
(c), which shows more than 10 times enhancement in emission current.  
All these interesting research works were well supported parallely by related 
studies to understand deviation of field emission from conventional F-N relation [67, 68], 
simulation studies to better understand field emission mechanism [69, 70], screening 
effect [71] and failure mechanism [72] of CNT field emitters and many issues related to 
growth, morphology, structure, orientation, bonding, presence of metallic nanoparticles 
etc. Considering space limitation of this chapter, it is not possible to cover all these issues 
in detail. However, an attempt was made to present important developments and issues 
(c)
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related to application of CNTs in field emission devices. The following chapter will 
highlight different aspects that could influence emission behavior of CNT emitters. A 
good understanding of these issues will direct towards research goals of the present study. 
2.1.4 Properties Affecting Emission Performance 
Before going into discussion about the properties that have significant effect on 
field emission performance, it is important to know about the process of field emission. 
Field emission process consists of three steps – electron injection, electron transmission 
and emission in vacuum [73]. Thus, any property that could affect these process steps 
might have high impact on controlling the field emission behavior. For the case of CNT 
field emitters, populating the conduction band of the CNTs, with charge carriers, become 
important. Thus, it is important to use such a bottom contact, such that it can supply 
electrons to the CNTs without much resistance. A metallic bottom contact often appears 
to be beneficial. 
Substrate material plays an important role in controlling the field emission 
response of CNTs. Apart from offering high electrical conductivity (aiding faster electron 
transport) and thermal conductivity (effectively dissipating heat generated during 
emission process and thus, minimizing de-bonding of CNTs from substrate), metallic 
substrates form ohmic contacts with MWCNTs, thus creating a low substrate-CNT 
barrier. Hence, it is expected that electrons from MWCNTs grown on metallic substrates 
will be able to tunnel through the energy barrier at a much lower excitation field, thus 
showing lower ETO values. Among the metallic substrates, the metal with higher work 
function (ϕ) than CNTs (but, nearer to CNTs) need least energy to inject electrons into 
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CNTs, especially metal contact with semiconducting CNTs and hence, show favorable F-
N tunneling [74]. On the other hand, metal with lower work function than CNTs forms 
ohmic contact with semiconducting CNTs. Thus, work function of the contact material is 
also important. However, it may be recalled here that for practical purposes, MWCNTs 
are considered as metallic. 
Further, structure of CNTs or to be specific, nature of bonds in CNTs is known to 
influence their field emission response. Under an applied external electric field, the 
triangular barrier between the Fermi level of the bottom contact and the conduction band 
of CNTs narrows down, facilitating efficient electron tunneling to the CNTs. While sp2 C 
clusters provide sufficient conducting channels, improving electron transfer from the 
metallic substrate to the emitter tip [75], sp3 portions reduce the electron affinity and thus 
shorten the potential barrier to aid in an easy escape of electrons (emission) into vacuum 
[76]. A good combination of sp2 and sp3 bonds in the CNT structure could be the best 
option to positively influence field emission.  
Apart from these issues, type of contact also affects the interfacial resistance for 
MWCNTs [74, 77]. For side-contacted CNTs, area of contact directly impact the electron 
transmission process by imposing a finite energy barrier created by van der waals 
interaction between metal and CNTs. This interaction was found to be significant for 
smaller contact areas; though for larger contact areas, better electronic coupling between 
metal and MWCNTs are reported [74]. 
Another important factor for a good field emitter is bonding between CNTs with 
the materials underneath. It has been reported that poor adherence between substrate-
CNT is known to influence field emission by adding an extra resistance and often leading 
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to failure of the device [72]. Good bonding results in lowering of contact resistance and a 
high, sustained emission current [78, 79]. 
2.1.5 Scope of Improvement in Carbon Nanotube Based Field Emitters 
Many issues were discussed in the last sub-section, which are known to influence 
field emission properties of carbon nanotubes. Some of these issues have been studied 
systematically, but some of them have not been studied thoroughly. Out of those less-
studied but very important issues is substrate material. Some scattered studies have been 
performed in the past to understand the effect of substrate, underlayer and catalyst 
material on CNT growth, but no systematic studies have been found to address and 
clarify this important issue.  In 2006, Talapatra et al. [80] have stressed on growth of 
carbon nanotubes on bulk metallic substrates. Few studies were performed thereafter to 
study the effect of metallic substrate and catalyst on CNT growth and field emission 
response [81-86]. However, the effect of materials at the bottom of CNTs on their field 
emission behavior is still not very much clear. Thus, opportunities exist to clarify this 
issue and optimize the effects of substrate material on field emission of CNT emitters. 
Apart from this important issue, it is also very much necessary to extract more 
current from the field emission devices. This can be achieved by novel materials and/or 
design of field emitter devices. Further, CNT based emitters should be constructed in 
such a way that these could be used efficiently for future flexible displays. Design of such 
devices will be a step forward in popularizing field emission displays. In the present 
research work, some of these extremely important issues have been focused. Details 
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about the experiments and analysis of results will be presented in chapters 3 and 4, 
respectively. 
2.2 Lithium Ion Batteries – History and Applications 
Among all varieties of rechargeable batteries, lithium ion (Li-ion) batteries have 
quickly become very popular worldwide and are being extensively used in electronic 
gadgets and devices. Using modern Li-ion batteries, efforts are on to produce hybrid or 
all-electric vehicles, which is expected to revolutionize the automobile industries. Such 
wide acceptance of Li-ion batteries is facilitated by their intrinsic properties. Li-ion 
batteries offer high energy density – 160% higher than Ni-metal hydride (Ni-MH) 
batteries and 220% more than Ni-Cd batteries. This means Li-ion batteries of equivalent 
energy will be much smaller in size and lighter in weight. In other words, keeping battery 
weight or size similar, Li-ion batteries will produce much higher energy than other 
rechargeable batteries. Moreover, Li being known as the most electronegative solid 
material (with standard electrode potential being -3.04 V; Li ↔ Li+ + e-), it is quite 
expected that Li-ion batteries will offer higher voltages, as compared to other 
rechargeable batteries. While normal Ni-MH and Ni-Cd batteries offer 1.2 V and lead 
acid battery gives 2.1 V, a normal Li-ion battery generates 3.6-3.7V, depending upon the 
electrode materials used. Moreover, Li-ion batteries do not have any memory effect and 
its self-discharge rate (~ 5-10% per month) is lower compared to other batteries (~ 30% 
per month for common NiMH batteries and 10% per month for Ni-Cd batteries). 
Comparing all these advantages, it seems quite obvious that Li-ion batteries are 
industrially accepted and have attracted lot of research activities in development of 
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lithium ion batteries with higher capacity and better stability in long-cycle operation [87]. 
Figure 2.9 below will show a trend in publication of Li-ion battery research activities in 
English-language journals only.  
 
Figure 2.9: Publication status (in English-language journals only) showing high interest 
in Li-ion battery research (source: scopus.com) 
In the present study, stress has been given on development of new CNT-based 
anode materials. Before explaining the goals of this study, it is necessary to have 
background knowledge of the system. Following sub-sections are designed to present 
important issues related to Li-ion batteries, leading towards a plausible justification of the 
goals of this study. 
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2.2.1 Working Principle of Li-ion Batteries 
The structure of a Li-ion battery, in principle, is same as any other 
electrochemical cells, having an anode, a cathode, an electrolyte and a separator to avoid 
direct short-circuiting by not allowing electrons to travel through, but permitting ions to 
move through it. Figure 2.10 presents schematic drawing of a typical Li-ion battery and 
shows movement of ions and electrons during charging and discharging cycles.  
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
Figure 2.10: Schematic drawing of the structure of Li-ion batteries and mechanism of 
charge transfer during (a) charging and (b) discharging. 
(a) 
(b) 
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During charging, external electrical energy aids to break Li into Li+ and electron 
on the cathode. While Li+ ions move through the electrolyte, crossing separator, towards 
the anode, electrons takes the path of external circuit. On the other hand, during 
discharging, Li+ ions move from anode to cathode and the electrons go through the 
external circuit (energizing the external ‘load’) to reach cathode in an effort to recombine 
with the ions.  
LiCoO2 is the most commonly used cathode material, though any compound with 
the formula LiMO2 (M: Mn, Co, Ni) can be used [88]. Recent advancements have shown 
good promise for LiFePO4 as the cathode material [88]. Many other complex oxides or 
mixtures of oxides are used as cathode, but those are still in research scale. Metallic Li is 
not considered as a cathode material as its compounds offer higher melting temperature 
than metallic Li, less reactivity with atmosphere and much less tendency to form 
dendrites during cycling (which can short-circuit the electrodes) [89]. 
On the other hand, graphite is the most commonly used anode material [90], 
though other materials like active carbon, mesocarbon microbead (MCMB) etc. are also 
used often. In research scale, a wide variety of materials are being used and proposed for 
anode application – next sub-section will present a brief outline of those efforts. 
Electrolytes used in Li-ion batteries consist of Li-based salt (most popularly LiPF6) in an 
organic solvent, such as ethylene carbonate (EC), diethyl carbonate (DEC) or dimethyl 
carbonate (DMC) or a combination of these solvents. In most cases, an electrolyte of 
1.0M LiPF6 in EC-DEC (1:1 in volume) is used. Considering the most popularly used 
components, i.e. LiCoO2 as cathode and graphite (C) as anode, electrode reactions for a 
Li-ion battery can be written as follows: 
33 
 
LiCoO2  ↔ Li1-xCoO2 + xLi+ + xe- (at cathode)  (13) 
xLi+ + xe- + 6C ↔ LixC6 (at anode)    (14) 
The value of ‘x’ depends on the structure of the carbon anode used – for graphite, 
x = 1, i.e., the compound formed at the anode is LiC6. This means that for every 6 carbon 
atoms, one Li atom will be intercalated. For higher lithiation capacity, it is obvious that 
‘x’ should be high.  
From the above-mentioned reactions, it is possible to calculate theoretical specific 
capacity of the anode (QA) in mAh g-1 using the following equation [89] 
QA = (x.96500)/(3.6.m.M)     (15) 
Where ‘M’ is molecular weight of carbon (could be any other element, depending 
upon anode material used) and ‘m’ is its exponent of C in the reaction. Inserting 
appropriate values for a graphite anode (M = 12, m = 6 and x = 1), it can be shown that 
theoretical specific capacity of graphite (or, any other form of carbon, which forms LiC6 
with Li) is 372.3 mAh g-1. This is an important information which will be used frequently 
during the present study. 
After knowing about the basics of Li-ion battery, it is important to know about the 
materials used in a Li-ion battery. Since, the present study is focused at developing a 
novel anode material for Li-ion batteries, the following discussions will be limited to 
materials used in anode only. A wide variety of materials have been used as anode in Li-
ion batteries. Section 2.2.2 will present a brief outline of different materials being 
proposed for anodic application in Li-ion battery, while section 2.2.3 will focus more on 
the carbon-based anodes only.  
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2.2.2 Materials Used as Anodes in Li-ion Batteries 
Three different categories of materials have been applied (in research scale) as 
anodes of Li-ion batteries – carbon and carbon nanostructured based materials, oxide 
based materials led by Sn-oxide and Si-based materials. Few other materials have also 
been experimented. In this sub-section, a brief outline of all types of structures, except C-
based structures, will be presented.  
Though graphite is conventionally used as anode in Li-ion batteries, its low 
theoretical specific capacity presents ample opportunities for development of new anode 
materials with higher capacities. Si and SnO2 are considered to be two important 
materials for this application, owing to their very high theoretical specific capacities, 
4200 and 782 mAhg-1, respectively [91, 92]. However, in spite of such high theoretical 
capacities, neither of these materials could be successfully used as anode in Li-ion 
batteries as both of these materials suffer from the limitation that during Li-ion 
intercalation and de-intercalation, they experience huge (300-400%) expansion and 
contraction, resulting into pulverization and capacity loss, in high number of cycles. It 
was shown later that an efficient design of their nanostructures can generate very high 
capacity, while minimizing the pulverization problem [93-95]. Thus, nanostructures of Si 
and SnO2 and their composites with other materials have been studied. Capacity 
degradation still occurs for some of these anodes in long-cycle operation, though at a 
much slower rate. 
Among other oxide materials, TiO2 and V2O5 have shown good promise and these 
two oxides have been used either individually or as a composite with other materials. 
Though scattered efforts were made to use some other oxides, such as CuO, MnO etc., 
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but none of them were successful to attract much attention. Many other materials have 
been proposed for anodic application in Li-ion batteries, e.g. Ge nanowire. Ge is known 
to have a theoretical specific capacity of 1600 mAh g-1 (forming Li4.4Ge compound) [96] 
and 400 times faster diffusion of Li-ions into it as compared to Si [97] indicating that Ge 
may be an attractive electrode material for high-power-rate anodes. Nanocomposites of 
Ge with carbon [98] and tin [99] have shown promising capacity and cyclability. 
However, Ge shows 370% volume change during lithiation/de-lithiation. In line with the 
success of Si nanostructures, Ge nanowires have also shown appreciable capacity [96].  
Apart from taking care of the volume change (and thus, pulverization issue), 
introduction of nanomaterials as electrodes in the Li-ion cells, in place of conventional 
ones, are expected to show higher lithiation capability and an overall better performance 
simply because of their extremely high surface area as compared to their bulk 
counterparts. Hence, in recent times, many nanomaterials have been studied for possible 
application in Li-ion batteries. Virus templated Au-Co3O4 nanowire assembly is example 
of one such novel structure, which has shown good specific capacity [100], though its 
complicated processing route is restricting its further application. At this point, it must be 
mentioned that higher surface area of nanomaterials is also responsible for high 
irreversible capacity loss. Thus, structural and material optimization is extremely 
important. Table 2.2 presents a summary of a variety of materials used as anode in Li-ion 
battery, except C-based nanostructures. It may be noted at this point that many other 
materials have been used for the same purpose; however, in the small space of this 
chapter, it is not possible to accommodate all such great research efforts.  
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Table 2.2: Summary of materials (except carbon-based materials) used as anode in Li-
ion batteries 
Material Achievements of the study Reference 
Si 
nanostructures  
Si nanowire as anode, showing > 2100 mAh g-1 at 1C* 
rate and ~ 3500 mAh g-1 at C/5 rate; but up to 39% drop 
in capacity in 50 cycles (at C/5 rate) 
[93, 101] 
Various 
oxides and 
their mixtures 
ZnO, SnO2 and their 1:1 (molar ratio) mixtures – particle 
size in the range of 200-250 nm, reversible capacity is 
400, 700 and 450 mAh g-1, respectively 
[102] 
Tin-based amorphous composite oxide (TCO) – shows 
reversible Li-ion storage capacity > 600 mAh g-1 
[103] 
Various nano oxides – FeO, NiO, CoO, Co3O4, Cu2O – 
shows range of capacities from 1000-600 mAh g-1 and 
some showing 100% capacity retention up to 100 cycles 
[104] 
Mixture of metal and oxides – Sb-V2O3 and Sb-MnO – 
latter shows improved capacity retention ability 
[105] 
Various sizes of CoO and Co3O4 (range: 4-30 µm) – CoO 
offers best stable capacity ~ 300 mAh g-1 
[106] 
Porous Co3O4 nanotubes – discharge capacity of 1200 
mAh g-1 at a current rate of 50 mA g-1 
[107] 
MoOx (x = 2 or 3) nano-particles prepared by hot wire 
chemical vapor deposition – capacity of 620 mAh g-1 and 
93% capacity retention in 50 cycles 
[108, 109] 
V2O5 nanoribbon – extremely high Li diffusion rate, 
which can provide super-high power rate of 360C (10 s) 
[110] 
Virus-enabled synthesis of Au-Co3O4 nanowire – 
approximately 1100 mAh g-1 capacity at a current rate of 
C/26.5 
[100] 
Ge nanowire High specific capacity – 1141 mAh g-1 at C/20 rate and ~ 
600 mAh g-1 at 2C rate 
[96] 
* C-rate convention: 1C rate is defined as the current rate required to dis(charge) the full 
theoretical capacity in 1 hour. 
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2.2.3 Carbon Nanostructures as Anode in Li-ion Batteries 
Advantages of nanostructures are obvious for their application as electrode in Li-
ion batteries. In line with application of nanostructures of Si, SnO2, Ge etc., a variety of 
carbon nanostructures have also been attempted for anodic application in Li-ion batteries 
[111]. Enormous amount of literature exist dealing with carbon nanostructure based 
anodes – the following sub-sections will present a highlight of these structures.  
2.2.3.1  Fullerene 
Both C60 and C70 fullerenes were studied for understanding their Li storage 
capacities. It was observed that a maximum of 1 Li per 5 C can be accommodated in C60 
molecule [112], which presents better situation as compared to graphite (LiC6).  
Hydrogenated fullerenes were found to offer higher Li-storage capacity and better 
stability [113]. The capacity was also observed to be dependent on the degree of 
hydrogenation. However, in spite of some good feedbacks, fullerene based anodes were 
not studied much, because of huge advantages expected from two other carbon allotropes 
– carbon nanotube and graphene. 
2.2.3.2  Carbon Nanotube/ Nanofiber and Graphene 
Among the three carbon allotropes – 0-dimensional fullerene, 1-dimensional 
carbon nanotube and 2-diemnsional graphene, carbon nanotubes have attracted most 
attention in recent years for application as anode in Li-ion batteries, though application of 
graphene has also gained quick popularity during last couple of years (figure 2.11).  
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Figure 2.11: Publication trend involving carbon nanostructure as anode in Li-ion 
batteries. (Source: scopus.com) 
Carbon nanotubes (CNT), carbon nanofibers (CNF) and graphene have been used 
in different forms as anode material in Li-ion batteries. Apart from forming the anode 
individually, these were used as composite with many other metals/oxides/other 
materials, sometimes even as encapsulated structures. Accordingly, the anode structures 
have shown a wide range of properties, some of them being impressive. Table 2.3 
summarizes some of these important findings. As can be observed from figure 2.11, 
research with carbon nanostructures as anode in Li-ion batteries have resulted in high 
volume of publications. In the following table, only a small fraction of them have been 
presented, with the aims to cover widest possible range of structures and properties. 
Details about each of these structures could be found in the corresponding references. 
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Table 2.3: Summary of applying CNT/CNF/graphene as anode in Li-ion batteries 
Sl. 
No. Material 
Reversible 
Capacity 
(mAh/g) 
C-rate Reference 
1 CNT 125 0.02 C [114] 
2 CNT 150 0.05 C [(115] 
3 CNT 200 0.13 C [116] 
4 CNT 280 0.11 C [117] 
5 CNT 250 0.07 C [118] 
6 CNT 436 0.11 C [119] 
7 CNT 230 0.13 C [120] 
8 ONTC* 515 0.5 mA cm-2 [95] 
9 CNT-Sn2Sb 500 0.08 C [117] 
10 Sn-CNT 550 0.13 C [120] 
11 Sb-CNT 449 0.07 C [118] 
12 Bi-CNT 309 0.07 C [118] 
13 SnNi-CNT 500 0.13 C [120] 
14 SnSb-CNT 480 100 mA g-1 [121] 
15 SnO2-CNT core-shell 586 0.5 C (336 mA g
-1) [122] 
16 CNT@SnO2-Au nanocable 
575 1500 mA g-1 
[123] 
680 180 mA g-1 
17 Si-CNT 940 0.156 mA cm-2 [124] 
18 Si-Graphite-MWNT 584 0.1 C [125] 
19 Si-Graphite-SWNT 960 0.11 C [126] 
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20 CeO2-CNT 133 NA [127] 
21 CuO-CNT 500 0.1 C (67 mA g-1) [128] 
22 SWNT paper 520 0.2 C [129] 
23 CNFs@CNT# 400 0.2 C [130] 
24 Graphene 540 0.13 C 
[131] 25 Graphene-CNT 730 0.13 C 
26 Graphene-C60 784 0.13 C 
* ONTC – Ordered nanostructured tin-based oxides/carbon composite 
# CNFs@CNT – Carbon nanofibers encapsulated in carbon nanotubes 
NA – Not available in the literature 
From table 2.3, it is clearly evident that most of the CNT/CNF/graphene based 
anodes offer higher capacities than graphite electrode, but many of them were tested at 
low current rates. It will be interesting to know about their capacities at higher current 
rates. Moreover, other issues, like safety, also need to be addressed.  
2.2.3.3  Specialty Carbon Nanostructures 
Apart from the above-mentioned well-known carbon nanostructures, some special 
structures were synthesized and applied as anode for Li-ion batteries. Though research on 
these structures is in its infancy stage, but novelty of these structures deserves a mention. 
2.2.2.3.1 Ordered mesoporous and hierarchically porous carbon 
Ordered mesoporous carbon structure has extremely high surface area, which 
could successfully be used for lithium storage. Zhou et al. [132] reported such a structure 
prepared using ordered silica as a template and sucrose as precursor and it has shown one 
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of the highest Li-ion intercalation capacities among carbon-based structures. This 
structure offered a reversible specific capacity of 1100 mAh g-1 (which corresponds to the 
structure Li3C6) at a current density of 100 mA g-1. Figure 2.12 presents a TEM image of 
the structure. This structure shows good promise for anodic application in Li-ion battery. 
 
Figure 2.12: TEM image of the ordered 
mesoporous carbon structure, perpendicular to 
the direction of hexagonal pore arrangement. 
[132]  
 
Another important and almost similar carbon morphology is hierarchically porous 
carbon, which contains a 3-diemnsional network of both meso- and macro-pores. This 
special structure also exhibited superior electrochemical properties for Li storage [133]. 
A representative SEM image, in figure 2.13 (a), gives an idea of the structure.  
Figure 2.13: Hierarchically porous carbon structure - (a) SEM image of the structure 
and (b) rate capability of the anode. [133]  
 
(a) (b) 
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This special structure offers a stable capacity of ~ 500 mAh g-1, at 0.2 C rate. 
However, the most interesting property of this structure is its rate capability; even at very 
high rate of 60C, this anode has shown appreciable capacity. Advantage of this structure 
is the connection between large and small pores, which offers optimized conditions for 
electrolyte penetration. 
2.2.3.3.2 Superfine expanded graphite fiber 
One more special structure is superfine expanded graphite fibers, which consists 
of thin carbon ribbons and is characterized by high surface area as well as mesopores (in 
the range of 2-5 nm) [111]. This structure offered specific capacities of 1000 mAh g-1 at 
0.1 C rate, 700 mAh g-1 at 0.2 C rate and an excellent rate performance, up to a high rate 
of 60C. Owing its excellent performance, this structure shows good promise for anodic 
application in Li-ion batteries. 
2.2.4 Scope of Improvement in Li-ion Batteries 
Information presented in the previous sections lead to summarize the 
shortcomings of the presently used/proposed anode materials and help to identify the 
need of the future. The very first issue that needs to be attended is enhancement of 
specific capacity of the anodes. Many anodes, involving carbon nanostructures, are not 
yet fully explored to gain excellent specific capacities. Moreover, rate performance and 
stability in longer cycles are two other major properties that need to be improved. Even 
the anodes with best specific capacities, e.g. Si nanowire anode, did not perform well 
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when it comes to higher rate and/or more number of cycles. Capacity degradation per 
cycle should be minimized, in order to ensure good life of the anode.  
Another important issue is binder. Commercial batteries and most of the research 
efforts (mainly involving C-nanostructures) have used polymeric binders in the anodes, 
adding a redundant weight, ultimately reducing the specific capacity of the electrode. 
Moreover, most widely used binder, poly(vinylidene fluoride) (PVdF), is known to react 
with graphitic materials and metallic lithium to form stable compounds [134-137]. Such 
reactions are highly exothermic; e.g. reaction with metallic Li produces 7.2 kJ of energy 
per gram of PVdF [135]. Thus, presence of binder could lead to thermal runaway, 
necessitating incorporation of additional safety features in the battery. Advanced Li-ion 
batteries, hence, need a binder-free electrode, to avoid such kind of capacity loss and 
inclusion of additional safety features. 
In an effort to address all these issues, the present study proposes direct synthesis 
of interface-controlled MWCNTs on copper current collectors and their application as the 
anode in Li-ion cells. This kind of structure is expected to have many advantages over the 
conventional anodes. First of all, unlike all the past studies involving CNTs, which used 
raw CNTs and polymeric binders [114-116], the present structure will have directly 
grown CNTs on the current collector, thus avoiding the polymeric binders completely. In 
this way, it reduces harmful effect of the polymeric binder, reduces weight of the active 
material, increases specific capacity and shows potential to be used for high temperature 
application. Secondly, CNTs do not have any kind of expansion/contraction and 
pulverization problem (like Si and SnO2), so it should be able to sustain its capacity for 
long cycles. Third, due to direct growth on current collector, each CNT is well bonded to 
44 
 
it, thus all of them contribute to the capacity. Fourth, high specific surface area of CNTs 
allows more Li-ion intercalation. Fifth, higher conductivity of the active anode material is 
important for achieving higher capacity [138]. In that respect, MWCNT, known to be 
excellent charge carriers, is a good candidate and aid in achieving higher capacity. 
Moreover, direct growth and strong bonding between the CNTs and substrate further 
helps in efficient charge transport. Further, the anode structure can be very easily 
fabricated using thermal chemical vapor deposition (CVD) process. With all these 
advantages, it is expected that the approach, proposed in this study, will lead to a better 
structure for Li-ion battery anodes. 
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3. MATERIALS AND METHODS 
This chapter presents a detailed description of growth of carbon nanotubes, 
samples preparation methods for field emitter and battery, and the characterization 
techniques followed in this study to explain structure and properties of these devices. 
Figure 3.1 presents an overall schematic about plan of research. Detailed description of 
each step is given in the following sections. 
3.1 Carbon Nanotube Synthesis 
Carbon nanotubes (CNT) were synthesized in the present study through thermal 
chemical vapor deposition (CVD) system. During the study of field emission, three 
different metals (Cu, Al and W)  and one ceramic, low temperature co-fired ceramic 
(LTCC) were selected as the substrate materials. Field emission behavior of the CNTs 
grown on these substrates was compared with those synthesized on Si substrates. Reason 
for such substrate selection will be discussed in section 4.1. However, for the Li-ion 
battery purpose, CNTs were grown on Cu substrate only. 
500 µm thick pure Cu, Al, W, Si and LTCC sheets (with surface roughness < 10 
μm) were taken as the substrate materials and all the substrates were first cut into 
required sizes. For field emission study, the sample size was 10 mm × 10 mm, while for 
battery study, the sample size is φ 14 mm disc. Cut samples were then cleaned thoroughly 
in acetone, methanol and de-ionized water and further dried in pressurized N2 gas. This 
process was performed to remove any surface contaminants from the surface of the 
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Figure 3.1: A brief schematic presentation of the present research work. 
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samples. Cu has a tendency to form oxides when stored for long time. So, Cu samples 
were given an extra hot acetic acid treatment, prior to the cleaning step, in order to 
remove any surface oxide.  
These cleaned samples were then introduced into a magnetron sputtering system 
(AJA International). Thin layers (10-15 nm, each) of interface layer (Ti or Al) and 
catalyst (Ni or Fe) were sputtered on the samples. During sputtering, which is basically a 
physical vapor deposition process, base pressure was kept at ~1×10-7 Torr. For generating 
the plasma or ignition of sputtering gun, continuous flow 10 sccm of Ar gas was 
maintained and chamber pressure was raised to ~25 mTorr. Power of ~75 W was applied 
to the magnetron guns. High concentration of Ar gas and ~75 W of power was good 
enough for initiating the plasma. After generating plasma, the pressure was lowered down 
to ~5 mTorr, which was the deposition pressure. The samples were kept at room 
temperature during sputtering. 
Thin-film sputtered samples were then inserted in a thermal CVD chamber 
(Easytube1000, FirstNano). All the CVD cycles were computer controlled. Before 
initiation of CVD, the system was used to be heated at 1173K in presence of oxygen, 
followed by slow cooling, to ensure oxidation of any residue carbon from the previous 
cycle. During heating of the samples to the growth temperature, Ar gas was flown (@ 
1000 sccm) to maintain an inert atmosphere within the furnace. CVD was performed at 
temperature of 923-973K, using H2 + C2H4 (1:2 ratio) mixture as the precursor for CNT 
growth. After the growth period, samples were slowly cooled within the furnace, under 
an inert (Ar) gas envelope. All CNT growth cycles, reported in this study, were 
performed at atmospheric pressure condition. Information related to carbon nanotube 
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growth could be found in the following references [1-4]. Figure 3.2 presents a schematic 
of the process flow chart. 
 
 
 
 
 
 
 
 
 
Figure 3.2: Schematic process flow-chart for synthesis of MWCNTs on various samples. 
CVD growth results in formation of thick mat type randomly oriented multi 
walled carbon nanotubes (MWCNT) on the substrates. Figure 3.3 presents representative 
SEM images of the structure. 
 
 
 
 
 
 
Figure 3.3: SEM images of the MWCNT structure, grown by CVD. 
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3.2 Preparation of Electrodes and Test Devices 
During the present study, CNT based structures were used as cathodes in field 
emission test set-ups, while similar structures acted as anodes for Li-ion batteries. 
Depending upon the application, preparation the electrodes and the test devices followed 
different routes. Details about these sample preparation methods are given below. 
 3.2.1 Preparation of Conventional 2-Dimensional Field Emitters 
As-synthesized CNT samples, as described in section 3.1, were directly used as 
cathode of the field emitter test devices. In most cases, a flattened Cu sheet was used as 
the anode of the device. Field emission tests involving capture of field emission images 
used to have a green phosphor coated indium tin oxide (ITO) conducting glass piece as 
the anode. Inter-electrode distance was maintained at 1000 µm, by using alumina spacer 
materials. The device assembly was mounted on a 10 mm thick Teflon piece to avoid any 
short circuit or grounding with the field emission test chamber. Details about the 
electrical connection and other parameters of field emission test will be explained in 
section 3.4. 
3.2.2 Preparation of 3-Dimensional Field Emitters 
Preparation of 3-D field emitters involved making micro-channels within Cu 
sheets by electro-discharge machining (EDM). Initially, 250 μm thick copper sheet was 
cut into required size and micro-channels, of diameter 140±10 μm, were formed within 
the samples by EDM technique. Distance between each circle was maintained in a similar 
and repetitive manner for all samples. The samples, with micro-channels created in them, 
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were later treated in the same way for CNT growth, as mentioned in section 3.1. It may 
be mentioned here that areas surrounding the micro-channels, except for a square area of 
1 mm2 covering all the channels, were masked during catalyst deposition and hence, that 
area does not see any CNT growth during CVD. This step was performed to ensure that 
CNTs are synthesized only a very small lateral surface area and within the micro-
channels only. Figure 3.4 presents a schematic of the process flow chart to prepare the 3-
D cathodes of field emission test device.  
                                                                                        
 
 
 
 
 
 
Figure 3.4: A schematic of the processing steps to fabricate the 3D CNT-based field 
emitter on Cu substrate. 
3.2.3 Preparation of Transparent Flexible Cathode for Field Emitters 
The process of preparation of transparent flexible field emission device involves 
several steps: graphene synthesis, transfer of graphene on polymeric substrate, anode 
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preparation and cathode preparation. The following sub-sections will cover these process 
steps separately.  
3.2.3.1 Graphene Synthesis 
  Graphene film was synthesized by CVD method, over Cu foils (Nimrod Copper 
Company). Large area Cu foils (thickness~50µm) were cut into pieces of required 
dimensions and were annealed for 1 h, at 1273K (1000°C) and under H2 and Ar (flow 
ratio 1:5) environment, at 1 atm pressure, with an aim to increase the grain size to 500-
1000 µm. After annealing, Cu foils were subjected to chemical etching at 333K (60°C) 
using 1M acetic acid, to remove any oxide film generated over Cu foil during annealing. 
After washing the Cu foils with de-ionized (DI) water to remove acid trace from the 
surface, these were inserted at center of quartz tube in a thermal CVD system for 
graphene growth. Initially quartz tube was flushed with Ar (500 sccm) gas for 30 minutes 
to remove air from the quartz tube. Temperature of the furnace was raised up to 1273K 
(1000°C), at a rate of 100K/minute, under Ar (500 sccm) and H2 (50-100 sccm) 
atmosphere. At the graphene synthesis temperature, CH4 (10-25 sccm) and H2 (50-100 
sccm) gas was introduced into the CVD chamber for graphene growth. After 5 minutes of 
growth time, furnace was cooled to room temperature under 500 sccm of Ar atmosphere. 
Whole CVD process was done at 1 atm pressure. Related information about the graphene 
growth and sample preparation may be found in references [5, 6]. 
3.2.3.2  Transferring Graphene on PET 
Large area graphene film was transferred from Cu foils to Polyethylene 
terephthalate (PET) substrate using hot press lamination and chemical etching process. 
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For hot press lamination, PET film along with graphene over Cu foil was passed through 
indigenously developed hot press rollers. This hot press laminated PET/graphene/Cu 
sheet was floated over the concentrated FeCl3 solution for chemical etching of Cu foil. 
Chemical etching was performed at room temperature for ~2 h which completely 
dissolved the Cu. Graphene/PET film was washed into the de-ionized (DI) water and 
dried in air.   
3.2.3.3 Cathode Fabrication 
For fabricating the hybrid graphene/CNT cathode, multiwall carbon nanotube 
(MWCNT) solution was spin coated over graphene/PET substrate. MWCNT solution was 
prepared in polyvinyl alcohol (PVA) and DI water mixture. Approximately, 4 wt% of 
PVA (with average molecular weight (Mw) of 88,000-97,000 and 98-99% hydrolyzed, 
Alfa Aesar) was mixed into DI water and the resulting mixture was stirred continuously 
at 333K (60°C), until PVA was completely dissolved into water, forming a clear solution. 
After cooling down the solution to room temperature, ~1 μg of MWCNT (ILJIN 
Nanotech Co. Ltd) was added into it and dispersed by using high power ultra-sonication 
tip. MWCNT in PVA/DI water makes a very homogeneous and stable solution. Spin 
coating of MWCNT solution at 1000 rpm for 30 s produces a homogeneous and 
transparent coating of CNT emitters over graphene/PET film. 
3.2.3.4 Anode Fabrication 
Anode screen was prepared by dip coating of graphene/PET substrate in green 
phosphor solution. Green phosphor powder (Phosphor Tech) was mixed into the DI 
water. Solution was ultrasonicated which created suspension of phosphor particle in the 
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water. Graphene/PET film was dipped into the solution multiple times for uniform 
phosphor coating. Details about anode fabrication could be found in reference [6]. 
3.2.4 Preparation of Li-ion Battery Test Cells 
All tests related to performance evaluation of CNT based structure as anode in Li-
ion batteries, were carried out in half-cell mode. For this purpose, CNTs grown on Cu 
discs of 14 mm diameter were used. Samples were weighed before and after CVD growth 
to calculate the weight of CNTs.  
In order to characterize electrochemical behavior of the structure as a proposed 
anodic material in Li-ion batteries, typical coin cells (half-cell) were prepared. The coin 
cells were prepared in a CR2032 press (Hohsen Corp., Japan). The complete cell 
preparation steps were performed in an argon glove box (Unilab Mbrann), maintaining 
the oxygen and humidity level (both individually < 0.1 ppm) within the chamber. A pure 
Li (purity – 99.9%) metal foil (150 µm thick) was used as the reference and counter 
electrode, while the MWCNT-on-Cu was used as the working electrode. All the coin 
cells used 1.0M LiPF6 in EC-DEC (1:1 in volume) (ethylene carbonate – diethyl 
carbonate) as the electrolyte and a typical polypropylene-polyethylene material (Celgard 
3401) as the separator. 
3.3 Structural Characterization 
Several characterization techniques were used for understanding structural details 
of the MWCNT structures, as described below. 
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3.3.1 Scanning Electron Microscopy (SEM)  
JEOL JSM-7000FTM field emission scanning electron microscope (FE-SEM), 
operated at 3kV, was used for the characterization of CNTs. During SEM observation, 
samples were sometimes given a tilt up to 45°, to clearly observe a top-view image of the 
structures. Most of the samples, except low temperature co-fired ceramics (LTCC) 
samples, did not require any conducting coating during SEM observation, since the 
samples themselves were conducting. For LTCC samples, a conductive Cu tape was used 
to avoid excessive charging during SEM. 
3.3.2 Transmission Electron Microscopy (TEM) 
Transmission electron microscopy (TEM) was mainly used to observe CNTs at 
very high resolution, in order to understand more details about their structures. For this 
purpose, samples were prepared by dispersing CNTs (scraped out from the samples) on 
Cu grids. High resolution transmission electron microscopy (HRTEM) was used to 
observe the interface between Cu substrate and CNTs, in the form of selective area 
diffraction patterns (SADP) and lattice fringe images. For the purpose of interface 
observation, site-specific sample preparation technique, using FEI Nova 200 NanoLab 
dual beam focused ion beam (FIB), has been implemented. The area of interest has been 
protected by Pt layer deposition, in order to minimize the Gallium damage during sample 
preparation. The region of interest was sectioned and milled using gallium ion beam and 
lifted out.  The sample, with dimensions 10 × 5 × 2 µm, was attached to a copper-TEM 
grid.  Additional thinning and cleaning using FIB, till 60 nm thickness, was consequently 
performed at 30 KeV and 5 KeV, respectively, to remove the redeposition and ion beam 
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damage. The site specific sample has been characterized using FEI TECHNAI F20TM 
field emission TEM, operating at 200 kV.  
3.3.3 Stereological Analysis 
Stereological analysis was carried out by ImageJ software [7], which is public 
domain image processing program developed at the National Institute of Health. Using 
this software, quantitative analysis of the diameter distribution and density of CNTs was 
performed using multiple SEM images.  Further, quantification of lattice fringe images 
was also done by this software.  
3.3.4 X-Ray Diffraction 
X-ray diffraction (XRD) studies were performed using in a Siemens D-500TM X-
ray diffractometer, operating at 40 kV and 40 mA, and using Cu Kα (λ = 1.542 Å) 
radiation. A scan rate of 0.2°/min and a step size of 0.01° have been used. The phases 
present in the samples were identified using the JCPDS standard database.  
3.3.5 Raman Spectroscopy  
Raman spectroscopy is one of the important characterization tools that was used 
to gain knowledge about structures of CNTs. It is well-known technique for 
characterization of CNTs. Raman spectra of various CNT based samples were obtained 
by using argon ion (Ar+) laser system (Spectra Physics, model 177G02) of wavelength 
514.5 nm. Backscattered spectra were collected by high throughput holographic imaging 
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spectrograph (Kaiser Optical Systems, model HoloSpec ƒ/1.8i) with volume transmission 
grating, holographic notch filter and charge coupled device detector (Andor Technology). 
Raman system had a spectral resolution of 4 cm−1 and the spectra were collected at an 
exposure time of 300 s. 
 3.4 Field Emission Characterization 
Field emission characteristics of the samples were tested at a vacuum level of 10-7 
torr. In the diode configuration, used for field emission tests, CNT grown on different 
substrates was made cathode and a flattened Cu sheet was used as anode. Electrical 
connections of the test device are shown schematically in figure 3.5.  
 
 
 
 
 
 
 
Figure 3.5: A schematic of field emission test set-up (for better visual effect, 
transparency has been added to the anode of this schematic – in reality, anode is a solid 
copper sheet). 
For direct current (DC) voltage and current measurements, Keithley 248 high 
voltage supply and 2010 digital multimeter, respectively, were used. In the pulsed mode, 
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field was generated by an Agilent function generator (model 33220A), coupled with a 
Trek high voltage amplifier (model 20/20C) and the current was monitored through a 
PEARSON current monitor (model 4100, having 1.0 V/A), attached with an Agilent 
oscilloscope (model MSO6034A). Frequency of the pulsed signal was kept at 400 Hz and 
a sine-wave function was applied through the function generator. 
3.5 Evaluation of Battery Performance 
The charge-discharge behavior of the coin cells were characterized in TOSCAT 
3100UTM multi-channel battery testing unit, at room temperature, in galvanostatic mode. 
The instrument was programmed to read in each 10mV step. The half cells were cycled in 
the voltage range 2.0 – 0.01V - at a very slow rate (0.1C) during the initial formation 
process and at different rates in the following cycles. Information about testing of 
batteries can also be found in references [8, 9]. 
3.6 Other Characterization Techniques 
Apart from using these main characterization techniques to understand structure 
and properties of CNT based devices, some other specialized techniques were also used 
with different aims. Differential scanning calorimetry (DSC) was used to understand 
safety issue of the batteries at higher temperature, while electrochemical impedance 
spectroscopy (EIS) and x-ray photoelectron spectroscopy (XPS) were mainly focused to 
understand the mechanism of charge transfer through CNT-electrolyte interface. Nano-
scratch tests were performed to quantify CNT-substrate bonding energy at nano-scale.  
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3.6.1 Differential Scanning Calorimetry (DSC) 
Differential scanning calorimetry (DSC) experiments were conducted in a Du 
Pont DSC 2910TM calorimeter on various samples. Since, this technique was used to 
understand safety of Li-ion half cells, utmost precaution was taken during handling of the 
samples. The cycled cells were disassembled in an argon glove box, all CNTs were 
scraped from the current collector and were sealed hermetically in plastic sample boxes. 
Sample boxes were opened near DSC equipment, quickly transferred on to the aluminum 
pans and the lid was closed to enforce Ar atmosphere. Before ramping, all the samples 
were equilibrated at room temperature, 303K (30°C). The scan rate was maintained at 
10K min-1. After data acquisition, samples were cooled slowly to room temperature. All 
DSC tests were performed under Ar atmosphere, to mimic the actual cell conditions 
(which were prepared within Ar glove box and sealed).  
3.6.2 Electrochemical Impedance Spectroscopy (EIS) 
Electrochemical impedance spectroscopy (EIS) studies were carried out in a 
Gamry Reference 3000TM Potentiostat/Galvanostat/ZRA instrument. For all the half cells 
studies, MWCNT-on-Cu side was made as working electrode, while the pure Li metal 
side acted as both counter and reference electrode. The tests were performed in 
galvanostatic mode, using an AC current signal of 10 µA (rms) amplitude. Data were 
recorded for the frequency range of 100 kHz to 1 mHz. Acquired data was analyzed using 
Echem Analyst software, in order to generate Nyquist and Bode plots. 
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3.6.3 X-ray Photoelectron Spectroscopy (XPS) 
The X-ray photoelectron spectroscopy (XPS) analysis for the CNT samples was 
performed using a Versa ProbeTM 5000 instrument (Physical Electronics, Chanhassen, 
MN) for the surface elemental analysis. A monochromatic Al Kα X-ray beam source at 
1486.6 eV and 49.3 W power was used for XPS scanning. The spot size of X-ray was 200 
μm and the sample was sputter cleaned and operated at 4.5 × 10-8 torr vacuum pressure. 
The energy resolution of the survey scan was 1.0 eV. 
The depth profile studies using the XPS from the surface have been conducted 
using the Al Kα X-ray source. The samples were kept under the Ar-atmosphere capsule 
to minimize the exposal time to air. The takeoff angle of the X-ray was 45o and the beam 
diameter was 200 μm and no charge neutralization was used in this experiment. Ar ion 
was used for the sputtering of the depth profile with a beam energy of 1kV and 0.5μA.  
The high resolution scans of C 1s, O 1s, F 1s, Li 1s, and P 2p energy spectra were used 
for the peak identification with pass-energy of 23.5 eV and energy resolution of 0.1 eV. 
The hydrocarbon peak with 284.8 eV was used for peak calibration. Two different depth 
profile rates were used for the samples – one using 2 kV, 2 μA (with about 32Å/min rate) 
and the other was operated 1 kV, 0.5 μA (with about 7Å/min). The etching rates were 
calibrated on Si sample and hence, actual rates on CNT samples may vary. 
3.6.4 Nano-Scratch  
Hysitron TriboindenterTM (Hysitron Inc., Minneapolis, MN, USA) with 100 nm 
Berkovich pyramidal tip, is used in 2D scratch mode for nano-scratch studies, using a 
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normal load of 150 μN. Scratches were initiated from a bare surface and continued for a 
length 15 μm (see figure 3.6 for a schematic of the scratch test). Scratch profiles are 
obtained by scanning probe microscopy (SPM) with the same tip at a set point load of 2 
µN. Analysis of the SPM images was performed by Scanning Probe Image Processor 
(SPIP) version 4.5.1 (Image Metrology, Denmark) software (10).  
 
 
 
 
 
 
Figure 3.6: Schematic of the nano-scratch method, followed in the present study. A 
normal load of 150 μN was used for all the scratch tests. 
Response of the nano-scratch tests, in the form of lateral force vs. lateral 
displacements are given in appendix-1. Geometric formulae were used to calculate 
bonding energy of single CNTs with substrate, from these plots. Details of calculation 
procedure are given in appendix-2 [11].  
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4. RESULTS AND DISCUSSION 
This research was aimed to develop energy-efficient devices, based on application 
of carbon nanotubes. Two different types of devices have been considered – field 
emission device and lithium-ion battery. Though these two types of devices are quite 
different in their operation and application, present research work offered a thread of 
connection between them – application of carbon nanotube as the active material in their 
electrodes. This chapter is the core of this dissertation, presenting detailed description and 
scientific analysis of the results. While sections 4.1 – 4.4 describe different aspects of 
field emission devices, the latter sections concentrate on Li-ion battery application. 
4.1 Structure and Field Emission Performance of Conventional 2-Dimensional 
Field Emitters 
As has been pointed out in section 2.1.3, carbon nanotubes (CNT) are being 
proposed as the most suitable material for future field emission devices [1-5]. Many 
CNT-based field emission devices have shown excellent responses [6-10]. However, it 
was noted that practical field emitters, which often have a large number of vertically or 
randomly oriented CNTs, did not perform well up to the level of expectation, when 
compared to the emission response of a single emitter [11]. While it is feasible to 
manufacture a good junction between a single CNT emitter and its substrate (in most of 
the cases, the substrate is metallic), it is practically impossible to follow similar 
techniques to create good junctions between all emitters in a bulk field emission device 
with the substrate. It is also noted that many of the reported CNT based field emitters, 
especially for large scale applications, have been fabricated based on screen printing or 
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pasting process. The interfaces between CNTs and substrates formed by these processes 
have shown loosely bonded structure either by van der Waals forces or weak chemical 
bonding. The stable CNT-substrate bonding has been in the focus for high efficiency field 
emission and for long term stability. Thus, apart from the performance of individual 
CNTs, contact between CNTs and substrate often play important role in restricting the 
performance of practical, bulk field emitters [11].  The so-called ‘rooting’ process is one 
of the proposed solutions to enhance CNT-substrate bonding [11, 12]. In this process, 
CNTs are set on a metallic foil and are allowed to be heated to high temperature (~ 1400 
K) under high vacuum (10-6 Pa or higher) to allow sufficient diffusion and good bonding 
between the CNTs and the metal foil. However, this additional high temperature 
processing step poses several restrictions on device manufacturing. In this research work, 
an advanced ‘rooting’ technique – interface control, was presented to manipulate CNT-
substrate bonding, leading to enhanced field emission response. This technique avoids the 
high-temperature heat treatment step (as included in the so-called ‘rooting’ process [11, 
12]) and allows CNT growth on a variety of substrates through thermal chemical vapor 
deposition (CVD) technique, which is one of the most popular synthesis routes for CNTs. 
As part of this process, selected metallic thin films were deposited on substrates (apart 
from the catalyst thin films), field emission behavior of CNTs grown on those substrates 
were characterized and structure and field emission behavior were correlated to finally 
propose efficient ways of interface-control.  
In order to achieve a sustainable junction between CNTs and substrates, two 
issues were stressed in ‘interface control’ – (i) minimizing electrical resistivity and 
maximizing thermal conductivity at interface, and (ii) a strong bond formation between 
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CNTs with the material beneath. The process involved three stages of materials selection 
– substrate, catalyst and an optional interface layer, which plays an extremely important 
role in this study.  
One way to reduce interfacial resistance and enhance thermal conductivity is to 
adopt CNT growth on a metallic substrate having high enough electrical and thermal 
conductivity [13]. It may be mentioned here that CNTs can be semiconducting or metallic 
depending on their chiral angle and diameter, thus alignment of Fermi energy levels of 
CNT and the substrate plays a crucial role in minimizing the contact resistance. In the 
present study, multiwall carbon nanotubes (MWCNT) are used, which have 
approximately one-third of the tubes as metallic among the concentric carbon walls. In 
such a situation, electrical conductivity of MWCNTs are dominated by the conducting 
walls (with almost no role played by the non-conducting ones) and for all practical 
purposes, MWCNTs are considered as metallic [14]. Thus, a metallic substrate is 
expected to form an ohmic contact with multiwall carbon nanotubes (MWCNT).  In the 
present study, three different metals (Cu, Al and W)  and one ceramic, low temperature 
co-fired ceramic (LTCC) were selected as the substrate materials and field emission 
behavior of the CNTs grown on these substrates were compared with those synthesized 
on Si substrates. During materials selection, formation of a low-resistance ohmic contact 
between the CNTs and substrate material has been strongly emphasized. While Cu and Al 
were chosen for their excellent electrical and thermal conductivities, W was selected for 
its very good high temperature properties, as well as for its satisfactory electrical 
conductivity [15]. Si has been chosen for comparison purpose, as it has remained the 
most popular choice as substrate material for CNT growth in the electronics and 
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semiconductor industry. LTCC, which was also used as a substrate in field emitters [16], 
served as another sample for comparing the effects of an insulating substrate on field 
emission behavior. Two well-known highly conductive metals, Ag and Au, were not 
considered in the present study, as these are too expensive to be considered as substrate 
material during CNT growth for any bulk field emission device application.  
Two different catalyst layers, Ni and Fe, were used in this study. It may be 
mentioned here that both Ni and Fe have higher electrical conductivities as compared to 
other commonly used catalysts, Cr and Pd (electrical conductivity of Ni, Fe, Pd and Cr 
are 0.143, 0.0993, 0.095 and 0.0774, 106/cm-Ω, respectively) [15]. Samples, in the 
present study, used Ti as the main intermediate layer. Two aspects were considered 
during selection of the interfacial layers – electrical conductivity and ability to form 
strong bonds with carbon. TiN is preferred as diffusion barrier layer in many 
semiconductor devices, due to its good electrical conductivity [17]. However, TiN has 
shown tendency to be oxidized easily and hence, add extra resistance [18]. Ti, on the 
other hand, offers electrical conductivity similar to that of TiN [15] and is a well-known 
carbide former. Titanium, was thus an automatic choice in the present study. Aluminum 
(Al), another known carbide former metal, has much higher conductivity than Ti. In spite 
of its advantageous properties, Al-intermediated substrates showed poor or no CNT 
growth, mainly due to its low melting temperature. Thus, in conjunction with the focus of 
‘interface control’, as depicted earlier, selection of materials in the present study was 
aimed to minimize interfacial resistance (to ensure an easy flow of electrons to the CNT 
emitters), maximize thermal conductivity and encourage strong bond formation between 
CNTs and substrates. Table 4.1 summarizes sample history. Some other issues like work 
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function of the metal, its binding energy with carbon, type of contact etc. might also play 
important roles in determining the interfacial resistance and effect of those factors will be 
discussed in section 4.1.4. 
Table 4.1: Nomenclature of the samples used in this study 
Sample Substrate Interface layer Catalyst Nomenclature 
Cu-Ti-Ni-CNT Cu Ti Ni C1 
Cu-Ti-Fe-CNT Cu Ti Fe C2 
Al-Ti-Ni-CNT Al Ti Ni A1 
Al-Cu-Ti-Ni-CNT Al Cu + Ti Ni A2 
W-Ti-Ni-CNT W Ti Ni W1 
W-Cu-Ti-Ni-CNT W Cu + Ti Ni W2 
Si-Ti-Ni-CNT Si Ti Ni S1 
Si-Cu-Ti-Ni-CNT Si Cu + Ti Ni S2 
LTCC-Ti-Ni-CNT LTCC Ti Ni L1 
LTCC-Cu-Ti-Ni-CNT LTCC Cu + Ti Ni L2 
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4.1.1 Structures of MWCNT Based Field Emitters 
Criteria for a good field emitter device are low turn-on field, high emission 
current and good stability of emission in long-time operation. Most of the researches 
concentrating on field emission from CNTs, have, thus, concentrated on these issues. 
Generally, vertically aligned CNTs are used for field emitter applications [19]. However, 
randomly oriented CNTs have also shown good field emission response [8, 20]. In the 
present study, randomly oriented MWCNTs were found to be formed on all samples, 
during thermal CVD process. This finding is in agreement with the expectation as 
thermal CVD process is known to produce randomly oriented CNTs [21]. Figure 4.1 
shows some representative low-magnification SEM image (and one high-magnification 
SEM image as inset) for some of the samples studied. It may be observed that all the 
samples had randomly oriented mat type structure of MWCNTs. Similar structures were 
observed for all other samples, too. However, a significance difference between the 
MWCNT structures existed in their diameter distribution. This issue will be dealt with 
separately in a latter sub-section. Representative Raman spectroscopic responses of the 
MWCNTs, grown on different samples, are presented in figure 4.2. First-order Raman 
spectra of MWCNTs (actually, all graphitic materials) showed a strong peak at 1580 cm-1 
(‘G’ band, which is a high frequency E2g first-order mode from graphite like sp2 bonds), 
along with an additional peak at 1350 cm-1 (‘D’ band, which is from diamond like sp3 
bonds). Since the origin of D band can be explained by double resonance theory, it is also 
indicated as A1gD mode – a band caused by defects and disorder of the graphitic material. 
In the present study, a shift of G band from 1580 to 1592.4 cm-1 indicated presence of 
significant amount of nanocrystalline graphitic phase in the material.  
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Figure 4.1: Structure of CNTs grown on Cu- and Si-based substrates. (a), (c), (e) SEM 
images of the MWCNTs on Cu-Ti-Ni, Cu-Ti-Fe and Cu-Al-Fe samples, respectively. (b), 
(d), (f) SEM images of the MWCNTs on Si-Ti-Ni, Si-Ti-Fe and Si-Al-Fe samples, 
respectively. All the insets show high magnification images of the respective CNT 
structures. 
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Figure 4.2: Raman spectroscopic responses of MWCNTs grown on a variety of samples.  
 
Comparatively wider peaks of D and G bands indicate presence of disorder 
induced features in the graphite like (sp2) material and predominance of tubular structures 
in the CNTs, respectively. One important point to be noted from this figure is that all the 
MWCNT structures contain high defect density (high intensity ratio of D to G peak in 
Raman spectra) – almost equal to unity. Table 4.2 summarizes this ratio (ID/IG) for all the 
samples. It may be observed from figures 4.1 and 4.2 that an overall similitude existed 
between all the MWCNT structures, in spite of their differences in diameter distribution. 
All the samples had highly dense structure of randomly oriented MWCNTs, having high 
defect density. This structural resemblance indicates that the CVD process was successful 
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in allowing nucleation and growth of CNTs on all the substrates. However, substrate-
interlayer-catalyst interaction led to different size and distribution of nano-catalytic 
islands, which may be held responsible for difference in diameter distribution among 
different samples.  
 
Table 4.2: Raman characteristics of MWCNT emitters grown on different samples 
Sample ID Raman intensity ratio (ID/IG) 
C1 0.99 
C2 1.07 
A1 1.15 
A2 0.92 
W1 1.12 
W2 1.14 
S1 0.96 
S2 1.13 
L1 1.01 
L2 0.96 
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Another noteworthy feature, from figure 4.3, was absence of catalyst particles on 
the tip of some of the CNTs (root growth), while others showed presence of catalyst 
particle at the CNT tip (tip growth). Thus, the growth process, in this study, seems to be 
mixed-control growth of CNTs, involving a combination of root growth and tip growth.  
 
 
 
 
 
 
 
 
Figure 4.3: TEM images of the individual MWCNTs grown on Raman spectroscopic 
responses of MWCNTs grown on Si-Ti-Ni substrate, showing tips of the CNTs. 
Before initiating discussion on the issues related to ‘interface-engineering’, it may 
be important to emphasize here that, except for CNT diameter, all the samples had shown 
similar structural features – mat of randomly oriented MWCNTs, mixed-control growth 
process, high defect density in CNTs. Hence, variation in the field emission response of 
the samples can be related to CNT diameter difference or to distinct ‘interface control’ of 
each samples.  
While considering the path of an electron in a typical cathode of a field emitter 
device, it may be appreciated that several resistances appear in the conduit – that of 
Ni catalyst at 
tip of CNT 
(b)(a) Open tip of CNT 
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substrate (Rsubstrate), interface layers (Rinterface), catalysts (Rcatalyst), CNTs (RCNT) and any 
other phase present. Total resistance (Rtotal) in cathode can be assumed as a summation of 
all these resistances. In the present study, we assumed resistance-free flow of electrons 
through CNTs (i.e. RCNT ~ 0). However, it may be worth to state here that in practice 
CNTs may offer appreciable resistance to electron flow [22]. Though quantum resistance 
of CNTs is high ( ~ 12.9 kΩ), resistance of MWCNT bundles are often found to be quite 
low (30-40 Ω), due to parallel contact of several walls of many CNTs  [23]. Apart from 
that, several other factors such as actual fraction of semiconducting nanotubes in the 
structure, strain induced modification of work function [24] etc. are known to affect 
electron transport. In the following sections, effect of substrate materials, interfacial 
layers and catalysts on the field emission behavior of CNT based have been discussed. 
4.1.2 Effect of Substrate on Field Emission Response 
Field emission could be characterized either in DC or in AC bias. During 
application of DC bias, the emitters are expected to be damaged quickly during field 
emission test, owing to continuous ion bombardment.  To minimize structural damage of 
the emitters, pulsed (AC) electric field is often applied. In the present study, field 
emission studies were mostly conducted under an AC applied bias. All the AC I-V plots 
presented in this report consider RMS values only (unless otherwise mentioned). Field 
emission responses of the MWCNT structures, grown on a variety of substrates – from 
metallic through semiconductors to insulators, are compared in figure 4.4. All these 
samples used Ti as the interlayer and Ni as the catalyst. Figure 4.4 (a) shows the current-
voltage (I-V) measurement of the emitters under AC bias. It is clearly evident that CNTs 
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on Cu substrate offered highest emission current. The turn-on fields (ETO, defined as the 
field required to generate 10 μA/cm2 current density) for the emitters (figure 4.4 b) were 
found to be quite different – while C1 (Cu-Ti-Ni-CNT) and W1 (W-Ti-Ni-CNT) showed 
low values (< 1.0 V/μm), other samples illustrated quite high ETO values (~ 2.0 V/μm or 
more).  
 
 
 
 
 
 
 
 
 
 
 
 
 
Figure 4.4: Field emission response of MWCNT emitters on Ti-intermediated substrates. 
(a) Field emission current, (b) Turn-on fields (shown by the dotted lines), (c) Fowler-
Nordheim plots and (d) long-time emission stability of Cu-Ti-Ni-CNT, Al-Ti-Ni-CNT, W-
Ti-Ni-CNT, Si-Ti-Ni-CNT and LTCC-Ti-Ni-CNT samples. 
 
(d)
(c) 
(a) (b)
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Straight line behavior of the conventional Fowler-Nordheim (F-N) plots (figure 
4.4 c) of all the emitters, except W1 (W-Ti-Ni-CNT), confirmed the emission process to 
be tunneling of electrons across the energy barrier. Appearance of a knee in W-substrate 
sample may be related to two possible causes. First, appearance of non-linearity (or, to be 
more specific, a ‘knee’ type shape) in the F-N plot could be related to either presence of 
other emission processes [25] or an extra energy barrier to the flow of electrons [26]. 
Second, it is known that at higher current levels, the emitter structure slowly degrades 
and the deteriorating CNT-substrate electrical contact adds an extra series resistance, 
which leads to a voltage drop and saturation of emission current. In such circumstances, 
the field emission response of the emitter deviates considerably from the conventional 
Fowler-Nordheim behavior [27]. It may be observed that for the W1 sample also, the 
deviation from F-N behavior was found at higher current levels. Thus, it seems to be 
feasible that the emitter structures in this sample (W1) degraded at high emission current 
levels. Apart from this possible degradation of the emitter structure at higher current 
levels, W1 sample had shown comparable ETO and emission current with that of C1 (Cu-
Ti-Ni-CNT). Another metallic (Al) substrate based emitter A1 (Al-Ti-Ni-CNT), however, 
had shown poor field emission responses, probably due to its low melting temperature 
(which is very close to the CVD temperature followed in the present study). Compared to 
Cu and W, both Si and LTCC samples have presented higher ETO and lower emission 
current. It may be noted here that highly conductive metallic substrates are expected to 
offer less resistance to electron flow and thus, minimize the contribution of Rsubstrate to 
Rtotal.  
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Practical application of an emitter necessitates stability of the emission current 
during high-current, long-time exposure. To examine the emission stability of the CNT-
based emitters, stability test was performed on each of them, in a diode set-up, applying a 
fixed AC bias to it and measuring the emission current as a function of time. The results 
are included in figure 4.4 (d). It may be observed that all the emitters showed good 
stability during its continuous 5-hour long exposure, but at a different current level. C1 
(Cu-Ti-Ni-CNT) had again offered best performance among all the samples considered 
and was stable at an emission current level of ~ 6.4 mA. All other samples offered stable 
emission at a current level of 1 - 2 mA. Thus, it seems the CNT emitters formed on Cu-
substrate were robust enough against possible structural degradation. An overall better 
performance of C1 sample (Cu-Ti-Ni-CNT) compared to rest four types of samples could 
be related to several favorable properties of Cu. First, high electrical conductivity of Cu 
(highest among the substrates under test) ensured minimum Rsubstrate and allowed more 
current to be passed through it. Second, high thermal conductivity of Cu also ensured 
efficient heat transfer from the CNT-substrate interface and improved structural stability 
of the emitters. Third, CNT formed strong bonding with Ti-intermediated Cu substrate, 
which might be due to formation of a local intermetallic between Cu and Ti. Moreover, 
Ti also forms TiC and strengthens the bonding across Cu-Ti-CNT. Figure 4.5 presents 
TEM image taken from the interface to show good bonding between substrate and CNTs. 
Presence of TiC at the interface enhanced bonding between CNTs and substrate. A strong 
interface between CNTs and the substrate contributed to structural stability and lower 
interfacial resistance, leading to enhanced field emission response. 
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Figure 4.5: (a) TEM image of the interface between CNTs and Cu. (b) A schematic of the 
process showing strong bonding and conductive path formation during CVD growth of 
CNTs, which leads to enhanced performance of CNTs-on-Cu field emitter. (c) Diffraction 
spots of TiC in the selective area diffraction pattern, taken from the interface. 
4.1.3  Effect of Interfacial Layer on Field Emission Behavior 
In this study, Ti was selected as the interface layer, because of its high 
conductivity and carbide formation ability. For comparison purpose, Al was also used as 
interface layer, but all the samples have shown no or negligible CNT formation. In spite 
of Al having higher conductivity than Ti, this behavior can probably be related to higher 
NC NC 
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growth temperature (~ 923 K) used during CVD process. It seems at that high 
temperature, which was very close to the melting point of pure Al, the Al underlayer 
became semi-solid and behaved in a different manner and failed to form catalytic nano-
islands for proper CNT growth. It may be mentioned here that further experiments 
(probably an in-situ SEM characterization would be best) are required to be performed to 
confirm this presumption regarding the nature of Al underlayer at the CNT growth 
temperature. 
To highlight the importance of the interfacial layers, an additional layer of ultra-
thin (~ 15 nm) Cu was deposited beneath Ti, in all the samples except the Cu-substrate 
based ones. Comparison of field emission response of these sets of samples is presented 
in figure 4.6 (next page).  
It may be noted that all the samples have shown appreciable improvement in 
emission current and stability, when the samples had the extra Cu-interface layer. The 
observation leads to a conclusion that irrespective of the nature of the substrate material 
(i.e., metallic, semiconductor or insulator), inclusion of the ultra-thin Cu layer on the 
substrate aids to improve the field emission response from the CNT emitters, directly 
grown on these substrates. Comparing with our previous experience (figure 4.4), which 
showed a clear level of difference in field emission behavior of CNT emitters grown on a 
variety of substrates, the present observation highlights the possibility of manufacturing 
CNT-based emitters on any kind of substrate by introduction of Cu intermediate layers, 
without much affecting their emission responses. 
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Figure 4.6: Field emission responses of MWCNT emitters on Ti-intermediated and Cu-
Ti-intermediated substrates. Field emission current and emission stability (insets) of CNT 
emitters on (a) Al-, (b) W-, (c) Si- and (d) LTCC-substrates. 
Enhancement in field emission behavior may be related to the structures of the 
CNTs, grown on these substrates. As has been mentioned previously, similar structural 
features – mat of randomly oriented MWCNTs, mixed-control growth process, high 
defect density in CNTs, were observed for all the samples. So, it seems either CNT 
diameter difference or ‘interface control’ of each sample could be related to this variation 
in field emission response. It may be recalled here that the field enhancement factor (β) in 
Fowler-Nordheim equation is inversely proportional to radius of the emitter [28, 29]. 
Recently, it has also been shown that the contact resistance has a diameter dependant 
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component, which is inversely related to the resistance term [30]. Thus, it is expected that 
thinner CNTs will have higher contact resistance leading to reduced emission response. 
On the other hand, thinner CNTs will also have reduced tip diameter, which improves 
field enhancement factor. Thus, two opposing effects of CNT diameter are going to 
compensate each other.  
To realize importance of this issue in the present case, CNT diameters (for all the 
samples) were measured (diameters of more than 200 CNTs, randomly selected from 
different regions of each sample, were measured) and are plotted in figure 4.7, in the 
form of a statistical ‘box plot’. The plot shows that the CNT diameter distribution is 
spread over a wide range. A closer comparison between the diameter distributions, 
however, did not show any kind of direct relation between CNT diameter and their field 
emission response. 
 
 
 
 
 
 
Figure 4.7: Statistical box plot showing CNT diameter distribution of all the samples 
considered in the present study. Refer to table-1 for nomenclatures of the samples. 
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Introduction of ultra-thin Cu layer on each of these metallic, semiconductor and 
insulating substrates are expected to enhance field emission response of CNTs grown on 
them due to several factors. One of the important steps of field emission process is 
electron injection into the emitter [31] (which is CNT, here). A low-resistance, all-
metallic (or, in other word, ohmic) contact between substrate-CNT ensures minimization 
of interfacial resistance and efficient flow of electrons from the substrate to CNTs. 
MWCNTs being predominantly metallic, ohmic contacts are formed with metallic 
substrates. However, other materials present in the interface also plays important role in 
deciding the contact resistance. Ti was present in all the samples as the interfacial layer. 
LTCC anyway forms a high resistance interface with Ti, as it is an insulator. The p-type 
(100) Si, used in the present study, formed a schottky barrier with Ti, due to fermi energy 
alignment between Si and Ti [32]. Though W-Ti and Al-Ti interfaces formed ohmic 
contacts, their interface resistances were expected to be higher. This could be explained 
by the tendency of W and Ti to remain as separate phases at the CVD temperature, while 
Al prefers to form solid solution [33]. It may be noted here that intermetallics show 
significantly lower resistance, as compared to solid solutions or mixture of two phases 
[34]. Hence, formation of an intermetallic, at the interface, is expected to offer two 
benefits – better conductivity and stronger bonding. Introduction of Cu at the interface, in 
all these samples, favored formation of Cu-Ti intermetallic phase at the interface [35]. 
Thus, at a given bias, electrons could move much easily from the substrate to the CNTs, 
through the Cu-intermediated samples. Moreover, reduction in interfacial resistance also 
decreased the total energy barrier in the electron path and thus, enhanced electron 
tunneling from the CNTs. Further Cu, being metallic, also acted as a source of electrons, 
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which ensured availability of more electrons during the emission process. Cu also acted 
as a heat sink during the emission process, which efficiently removed heat generated 
during electron emission and thus, minimized degradation of CNT emitters during long-
time exposure. Cu-Ti-Ni combination also offered a strong bonding with the CNTs (will 
be discussed in detail in section 4.2), which improved the structural stability of the 
emitter and hence, the emission stability. Considering all these facts, it seems obvious 
that introduction of an ultra-thin layer of Cu, on any kind of substrate, aids in enhancing 
the field emission response of CNTs, directly grown on them. This finding widens the 
application regime of CNT based field emitters on a variety of substrate materials, from 
metals to insulators, without severely compromising with their emission responses. It also 
proves the importance of ‘interface-control’ in determining the field emission response.  
4.1.4  Effect of Catalyst Layer on Field Emission 
After analyzing the contribution of substrate and interface layers in controlling the 
field emission behavior of CNT emitters, through the so-called ‘interface engineering’, 
the next emphasis was on the effect of catalyst on field emitter performance. The present 
study followed thin film catalyst deposition by sputtering. During CVD, the catalyst 
formed a homogeneous distribution of nano-islands, on which CNTs were synthesized. It 
is well-known that the catalytic island formation initiates by dewetting from the substrate 
surface and final shape, size and crystallinity of these islands depend strongly on the 
minimization of surface and interface energy [36].  CNT diameters closely relate to the 
size of the catalyst islands. Thus, catalyst selection, its thickness and its interaction 
(specifically wetting) with the material beneath it, plays important role. To highlight the 
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effect of catalyst material, thickness of catalyst was maintained at a constant level (~ 10 
nm) throughout this study. 
Findings described in the previous sub-sections showed that Cu-Ti combination 
worked very well, as long as field emission behavior of CNTs grown on them was 
concerned. Hence, this combination was further used during the tests to understand the 
effect of catalysts. Apart from Ni, which was used for all the samples discussed so far, Fe 
was used as catalyst for another set of samples, having Cu as substrate and Ti as interface 
layer. Field emission response of this sample (C2, Cu-Ti-Fe-CNT) is compared against 
C1 (Cu-Ti-Ni-CNT) in figure 4.8.  
 
 
 
 
 
Figure 4.8: Effect of catalyst (Ni or Fe) on field emission response of CNTs directly 
grown on Cu substrates. (a) Field emission current and (b) turn-on field for Cu-Ti-Ni-
CNT and Cu-Ti-Fe-CNT samples. 
It shows that replacing Ni by Fe as catalyst causes a up shift in ETO from 0.7 
V/µm to 1.0 V/µm and an increase in the field required to produce comparable emission 
current (~ 7 mA). A close look into CNT diameter distribution in figure 4.7 indicates that 
(a) (b)
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the difference in field emission response of these two samples could be related to 
diameter effect. Moreover, higher resistance of Fe, as compared to Ni (electrical 
conductivity of Ni and Fe are 0.143 and 0.0993, 106/cm-Ω, respectively [15]) is also 
expected to contribute more towards Rcatalyst and thus, to the total resistance, Rtotal. Further 
studies are required to conclusively determine which factor affects field emission 
behavior most. 
4.1.5  Other Possible Factors Affecting Field Emission 
In the previous sections, it was shown that ‘interface engineering’ through 
substrate optimization, inclusion of a suitable interface layer, choice of catalyst material 
played important role in determining the emission properties of CNTs, grown onto them. 
Appreciable emission could even be obtained from CNT emitters, grown on an insulator 
substrate, when an ultra-thin conductive copper layer was introduced onto it. Studies, 
reported so far, have also not found any conclusive relation between CNT diameter and 
field emission behavior. In this section, an effort will be made to relate field emission 
properties with other possible factors.  
Conduction property and work function of the metal contact has been known to 
affect CNT-field effect transistor (FET) properties, but mainly for single-wall carbon 
nanotubes (SWCNT) [37-39]. However, in such studies, it was found that Ti formed 
much stronger bonding with CNTs [37, 39] and both Ti and Ni formed low-resistance 
ohmic contacts with various semiconducting and metallic SWCNTs [39, 40]. Though 
these studies were performed for SWCNTs, still these observations give us an idea about 
suitability of Ti and Ni, in contact with CNTs. At par with this theoretical expectation, 
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results of the present study revealed that, out of the different varieties of underlayer-
catalyst combinations used, Ti-Ni combination outperformed all others.  
Apart from these issues, type of contact also affects the interfacial resistance for 
MWCNTs [41, 42]. For side-contacted CNTs, area of contact directly impact the electron 
transmission process by imposing a finite energy barrier created by van der waals 
interaction between metal and CNTs. This interaction was found to be significant for 
smaller contact areas; though for larger contact areas, better electronic coupling between 
metal and MWCNTs are reported [42]. Further, contacting multiple walls of concentric 
nanotubes, which is a definite possibility in the present study, is known to reduce 
interface resistance [42]. Thus, contact between MWCNTs and the material underneath 
were not expected to create any extra resistance since the CNTs were synthesized directly 
onto substrate via chemical bond formation, in the present study.  
After explaining the importance of catalyst and barrier layer materials, it is 
important to understand the effect of the substrate. This observation may also be 
explained in terms of properties of substrate materials. Apart from offering high electrical 
(aiding faster electron transport) and thermal conductivity (effectively dissipating heat 
generated during emission process and thus, minimizing de-bonding of CNTs from 
substrate), metallic substrates form ohmic contacts with MWCNTs, thus creating a low 
substrate-CNT barrier. Hence, it is expected that electrons from CNTs grown on metallic 
substrates will be able to tunnel through the energy barrier at a much lower excitation 
field, thus showing lower ETO values. Among the metallic substrates, the material with 
higher work function (ϕ) (but nearer to that of CNTs) need least energy to inject electrons 
into CNTs, especially metal contact with semiconducting CNTs and hence, show 
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favorable F-N tunneling [42]. However, for metals with lower work function than that of 
CNTs, the junction will behave as an ohmic one. In light of this observation, it is evident 
that Cu (ϕ = 4.65 eV), W (ϕ = 4.55 eV) and Al (ϕ = 4.28 eV) will form low-resistance 
ohmic contact with CNTs (assuming its work function to be 5 eV). On the other hand, Si, 
being a semiconductor, the nature of the interface depends strongly on Fermi energy level 
alignment of Si and the interfacial materials. In the present study, a p-type (100) Si is 
used, which has work function value of 4.91 eV, while Ti has much lower work functions 
(4.33 eV) [32]. Thus, schottky junction is formed at the Si-Ti interface. Schottky junction 
offers much higher interfacial resistance and hence, delays the initiation of field emission 
process. However, in spite of having higher conductivity, Al-substrate based CNT emitter 
does not perform well during field emission which could be related to higher CVD 
temperature, as mentioned earlier. Moreover, solid solution formation tendency of the Al-
Ti may also be responsible for its poor field emission response. This issue is explained 
further in next paragraph. 
Another important factor for a good field emitter is bonding between CNTs with 
the materials underneath. It has been reported that poor adherence between substrate-
CNT influence field emission by adding an extra resistance and often leading to failure of 
the device [43]. Good bonding results in lowering of contact resistance and a high, 
sustained emission current [44, 45]. Ti, as already been explained previously, forms 
strong bond with CNTs [37, 39]. Moreover, Cu reacts with Ti above 873K (CNT growth 
temperature, used in the present study, was higher than 873 K) to form Cu-Ti 
intermetallic phase [35] and this intermetallic formation is expected to enhance adhesion 
between them. Further, presence of an intermetallic is known to enhance electrical 
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conductivity of the material, as compared to presence of mixture of two elements or even 
a solid solution [34]. While Cu-Ti is known to form intermetallic easily, all other 
systems, considered during the present course of study, either do not form intermetallic 
(Si-Ti, Si-Al, W-Ti) or prefer to form solid solutions (Cu-Al, Al-Ti) [33]. Thus, 
considering all the relevant materials’ properties, selection of Cu, Ti and Ni as substrate, 
barrier layer and catalyst, respectively, is expected to lead to an efficient CNT growth and 
good field emission from them. The results obtained in the present study fully support 
this observation. 
A variation in the nature of CNTs, grown on different substrates, could possibly 
be another reason for different field emission behavior. Under an applied external electric 
field, the triangular barrier between the Fermi level of the bottom contact and the 
conduction band of CNTs narrows down, facilitating efficient electron tunneling to the 
CNTs. It is known that while sp2 C cluster offers conducting channels, thus improving 
electron transfer from the substrate to the emitter tip [46], sp3 nature of the carbon present 
in the structure reduces the electron affinity and hence, shrinks the potential barrier 
supporting easy escape of electrons into vacuum [47]. Moreover, sp3 type of defects in an 
otherwise sp2 network of graphitic materials is also known to lower local work function 
[48]. In the present study, Raman spectra of the CNTs, grown on all the substrates, have 
shown presence of both sp2 and sp3 bonds in the MWCNT structures. Thus, from the 
point of view of contribution of sp2 and sp3 bonds to field emission, all samples were 
almost similar. So, variation in nature of CNTs, grown on different substrates during this 
study, also can not be related to their diverse field emission behavior.  
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4.1.6  Importance of Interface Engineering on Field Emission 
In the present study, different material combinations were used as substrate (Cu, 
Al, W, Si and LTCC), interface layer (Ti and Cu) and catalyst (Ni and Fe) for MWCNT 
growth with an aim to optimize their field emission response. ‘Interface engineering’, 
through application of suitable substrate, interface layer or catalyst, has been shown to 
play an extremely important role in maximizing the field emission responses. Analysis of 
the structural and field emission data proposes Cu, Ti and Ni to be the best combinations 
for substrate, underlayer and catalyst, respectively, among the materials studied. Figure 
4.9 compares literature reported field emission data with those of the best sample (Cu-Ti-
Ni-CNT) in the present study. Two important parameters of field emission, turn-on field 
and field enhancement factor (β), were compared.  
 
 
 
 
 
 
 
 
 
 
Figure 4.9: A comparison of the achievements of the present study with the literature 
reported values, for turn-on field (left half) and field enhancement factors (right half) for 
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CNT based field emitters. While the points denote literature values [13, 21, 49-73], the 
lines represent the status of the present study. 
The figure clearly shows the superiority of the MWCNT field emitter structure, 
produced in the present study, with the lowest turn-on field and highest β. However, few 
reports showed almost comparable turn-on field [53, 54] or high total emission current 
[44]. In all those cases, CNT field emitters were prepared using special techniques, 
including sandwitch-growth technology, micro or nano patterning, microwave plasma 
enhanced CVD etc., to grow well-patterned and aligned CNTs. The present study used a 
simple thermal CVD processing technique to grow randomly oriented CNTs, showing a 
very high field emission application potential. An intelligent choice of substrate, barrier 
layer and catalyst has probably contributed most to the excellent contact degradation 
resistance of the structure. 
Introduction of an extra Cu interface layer was found to enhance field emission 
properties of CNT emitters grown on any kind of substrate. Significance of ‘interface 
engineering’ has been explained in terms of minimizing total resistance, better thermal 
conductivity, proper work function etc. The study highlighted the importance of 
‘interface engineering’ in order to be able to predict the optimized interface for 
development of an efficient CNT-based field emitter. In future, large-scale experiments 
should be performed to cover all possible materials and to know the best possible 
materials for an optimized field emission performance of MWCNT-based field emitters. 
Another important issue of scientific interest would be the emission sites of this 
emitter structure. In spite of the concern that the actual emission sites of these randomly 
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oriented CNTs could be different from CNT tips, sufficient proof is not available. 
Published reports [74-76] have not pointed out to any emission site, other than the CNT 
tips. High β values found in our study also indicate that the emission site is actually very 
fine and probably the CNT tip. However, this is an indirect support and a detailed study 
involving simulation of the emitter system or in situ field emission test within SEM [77] 
may throw some light on this issue. 
4.2 Substrate-CNT Bonding Strength 
Section 4.1 has demonstrated experimental results and analysis to prove 
importance of interface engineering for field emission devices. As a matter of fact, 
substrate-nano material (be it CNT or any other nano material) bonding is one of the 
fundamental issues for any type of nano devices. A poor nanomaterial-substrate adhesion 
may cause unreliable behavior and a very short life span of such a device. Hence, 
knowledge about nature and strength of the nanostructure-substrate bond is considered as 
one of the most fundamental issues. It is of utmost importance to device a methodology 
to quantify the nanomaterial-substrate bonding, to apply that technique to understand 
bonding between different nanostructure-substrate bonding, ultimately leading to 
development of well-bonded nanostructured devices. CNTs, being the focus material in 
the present research work, were used to quantify this bonding energy. 
Many researchers have already made efforts to understand and explain this critical 
issue of CNT-substrate adhesion or bonding. Table 4.3 summarizes the main efforts 
undertaken till the planning period of the present study. The qualitative methods do not 
offer any standardized procedure and reproducible results, as the techniques are user 
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sensitive.  The quantitative methods, experimented so far, have some common ground for 
comparison of adhesion strengths, though all these techniques pose several limitations. 
First, none of these methods have been calibrated to single out the bonding between only 
CNT-substrate. These methods do not show the amount of stress required to pull out the 
adhesive tape from a blank substrate (without having CNTs grown on it) [78-80]. Thus, 
the strength values found in these methods are often overestimated values of exact 
contribution from CNT-substrate bond. Second, the adhesion strength was calculated 
assuming the area of the tape as the contact area. The actual contact area, where CNTs 
are in contact with the tape, is much lower. So, the reported values are likely to be an 
underestimate of the actual strength required to de-bond CNTs from the substrate. Third, 
the number of CNTs in contact with the tape was not known and hence, none of these 
methods could predict adhesion strength of a single CNT. Furthermore, it was not known 
whether the CNTs were breaking at the CNT-substrate interface or at any defective 
locations along its length or if  one or few layers of multiwall CNTs were being detached 
or whether the CNTs were detaching from the adhesive tape itself and not removed from 
the substrate. These uncertainties of the reported methods lead to unknown errors in the 
evaluation of bond strength. Therefore, it is essential to design a new test methodology, 
which can more reliably characterize the bond strength between CNTs and their 
substrates. Since the area of importance for CNT-substrate adhesion is the interface (at 
nano level), a nano-level characterization technique should be best suitable for this 
purpose. Keeping this point in mind, during the present study, a new methodology of 
nano-scratch technique was developed to quantify CNT-substrate bonding, overcoming 
limitations of the existing techniques. 
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Table 4.3: Overview of literature reported CNT-substrate adhesion testing methods  
Techniques Adhesion strength 
or energy 
Remarks Reference 
Blowing, rubbing, 
brushing 
NA Qualitative method, unreliable technique, extremely user sensitive [81] 
Ultrasonication in 
solvent 
NA Qualitative method, widely used for understanding bond of CNTs 
with substrates, results may vary in different laboratories  
[82-86] 
Dropping, shaking, 
bending samples  
NA Qualitative method, unreliable technique, extremely user sensitive [87] 
Peel test using adhesive 
tape 
NA Qualitative method, widely used for understanding bond of CNTs 
with substrates, highly operator sensitive  
[87-89] 
Pulling CNTs by 
tweezers 
NA Qualitative method, result may vary for different operators or 
tweezers 
[90] 
Hanging known 
weights from substrate 
0.12-0.18 MPa  Used for quantifying strength of CNT based adhesive tapes: 
 Able to quantify adhesion of CNTs with substrate but not 
calibrated against standards,  
 Only a range of de-bonding stress could be predicted in 
absence of continuous load-displacement plot, 
[91, 92] 
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 Stress can not be predicted as contact area is not known, 
 Accurate breaking/de-bonding position (whether at CNT-
substrate interface or along the length of CNT itself) is not 
known                             
 Can not predict bond strength/energy for single CNTs 
Tensile test after 
wrapping the CNTs by 
adhesive tape 
0.26-0.50 MPa  Used for quantifying bonding of CNTs grown on wire Not 
calibrated against standards,  
 Stress can not be predicted as contact area is not known, 
 Accurate breaking/de-bonding position not known 
 Can not predict bond strength/energy for single CNTs 
[93, 94] 
Compression test using 
Cu tape to contact 
CNTs 
2.05 MPa  Used for quantifying bonding of CNTs grown on flat 
substrates: 
 Not calibrated against standards,  
 Stress can not be predicted as contact area is not known,  
 Accurate breaking/de-bonding position not known 
 Can not predict bond strength/energy for single CNTs 
[95] 
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4.2.1 Bonding Energy Quantification by Nano-Scratch 
Nano-scratch technique is well established for measurement of mechanical 
properties in two-dimensional nanomaterials like thin films used in magnetic storage 
materials, micro-electromechanical systems (MEMS) etc. [96, 97]. However, application 
of this technique to quantify CNT-substrate adhesion is unique. Before going into 
detailed description of experiments and analysis of results, it is important to have a quick 
look at the working principle of this method. Figure 4.10 presents a schematic flow chart 
of the process, for easy understanding of the principle. 
 
Figure 4.10: Schematic diagram of the working principle of nano-scratch technique. 
 
During the process of nano-scratch, a Berkovich indenter was used (figure 4.11). 
The indenter first was moved to a point on the sample which was a bare substrate. Then it 
was programmed to move forward with a constant normal load of 150 µN, for a distance 
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of 15 µm. During this travel, the indenter encountered CNTs and uprooted them from the 
substrate. A corresponding load increment could be observed in the lateral force vs lateral 
displacement plot, which was used further for quantifying the bonding energy of CNTs 
with the substrate. It is very much clear at this point that the nature of the later force-
displacement plot will be dictated by the nature of the sample. Since, the present study 
focuses on dense, randomly oriented MWCNTs on different substrates, nano-scratch was 
primarily used for this kind of structures. However, to prove high resolution of the 
method, same technique was used for individual carbon nanocone (CNC) structure. 
Following sub-sections will provide detailed results and analysis of the nano-scratch 
study, performed on these two different types of structures. 
 
 
 
 
 
Figure 4.11: Schematic drawing and important geometric ratios of the Berkovich 
indenter used during nano-scratch study. 
4.2.2 Bonding Energy for MWCNT Structure 
As demonstrated in section 4.1, selection of substrate is one of the important 
issues to control field emission response of CNTs grown on them. To better understand 
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this issue, nano-scratch tests were performed on two different MWCNT samples – using 
the combinations of Cu-Ti-Ni and Si-Ti-Ni (substrate-interlayer-catalyst). Both the 
samples had densely grown, randomly oriented MWCNT structure on them (figure 4.1 
and 4.2). Detailed structural information could be found in section 4.1. For the nano-
scratch study, three structural parameters were important – diameter, length and density 
of CNTs. Figure 4.12 presents diameter and density of CNTs, on Cu and Si substrates, as 
a function of CVD growth time.  
 
 
 
 
 
 
Figure 4.12: Structural features of CNTs on Cu and Si substrates. (a) Plot of diameter 
distribution of CNTs on both substrates, at two different growth time, 2 and 30 minutes. 
Insets show SEM images of catalytic islands on both samples (scale bar length is 200 
nm). (b) Density of CNTs for both the samples, after 1 and 2 minutes of CVD growth. 
Figure 4.12 (a) presents a quantitative estimation of the diameters of CNTs on 
both substrates as a function of growth time. It can be seen that the diameter of CNTs was 
almost independent of growth time, irrespective of substrates, although CNTs on Si 
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substrate showed much wider diameter distribution. This fact is further supported by the 
observation reported by Bedewy et al. who have noted a maximum of 5-10% change in 
CNT diameter during growth period [98]. Moreover, in line with the in situ observation 
of CNT nucleation by Hofmann et al. [99], the present study also showed that CNT 
nucleation was almost instantaneous and only the growth in the longitudinal direction 
predominated with growth time. It should be mentioned here that due to random 
orientation of the MWCNTs, length of them could not be measured. However, keeping in 
mind about their possible effect on nano-scratch data (extra resistance provided by longer 
CNTs), nano-scratch tests were performed for samples with two different growth time – 2 
and 30 minutes.  
Though during growth process, some CNTs may terminate or de-bond from the 
substrate abruptly [98, 100], CNT density was not found to change much with growth 
time. To gain further insight into this aspect, CNT densities were measured for both types 
of samples, after 1 and 2 minutes of growth time (Figure 4.12b). CNT density was found 
to remain nearly constant with growth time, although it was higher for the Si substrate, as 
compared to the Cu substrate. This difference in density of CNTs on Cu and Si substrates 
may be correlated with the distribution of catalytic nano-islands on these two surfaces 
(insets of Figure 4.12 a). It is well-known that the catalytic island formation initiates by 
dewetting from the substrate surface and final shape, size and crystallinity of these 
islands depend strongly on the minimization of surface and interface energy [36]. Initial 
thickness of the catalyst film also plays an important role [101]. Another important factor 
to explain variation in catalytic island number and size distribution may be differential 
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solubility of catalytic layers in Cu and Si substrates. Higher solubility of Ti in Cu (1 wt%, 
as compared to zero solubility of Ti in Si [33], at growth temperature) leads to onset of 
inter-diffusion and imposes additional constraints for breakage of the thin film, resulting 
in formation of less number of nano-islands. However, in absence of any such factors for 
Si (due to almost zero solubility of the catalyst in Si [33]), catalytic island formation is 
solely governed by wetting, presence of surface defects etc. and lead to a wider 
distribution. After clarifying all the structural issues, like diameter, length and density of 
CNTs on these two different substrates, nano-scratch tests were performed for 
quantifying the bonding between CNT-substrates. 
Nano-scratches, using a standard Berkovich indenter (with 100 nm tip radius), 
were made in such a way that each scratch started from a bare surface and then traversed 
through the CNT forest, using a constant normal load (see section 3.7.3 and Figure 4.10). 
While moving through the CNTs, the indenter tip faced an extra opposing force, which 
was reflected through an increased lateral force on the tip. To calibrate the samples with 
respect to the contributions of substrates and the catalyst thin films on the lateral force 
behavior, comparative nano-scratch tests were conducted on bare substrates, substrates 
after thin catalyst film deposition and finally, after CNT growth. Figure 4.13 presents 
scanning probe microscopy (SPM) images of scratches on these three different types of 
Si-substrates. Responses from these three types of samples were found to be clearly 
different.  
109 
 
5 
µm
 
5 µm 
(a) (b) (c)  
 
 
 
 
 
 
Figure 4.13: 2-dimensional scanning probe microscopy (SPM) images of the nano-
scratches, made on samples with Si-substrate. From left to right, (a) scratches are visible 
on bare sample, (b) only catalyst deposited sample and (c) sample after CNT growth. 
Nano-scratch plots, i.e., lateral force-displacement plots, are presented in figure 
4.14 (a) and (b). These figures show that in presence of CNTs, the indenter tip 
experiences a much higher lateral force. Figures 4.14 (c) and 4.14 (d) (and their insets) 
show SEM images of the nano-scratch from Cu and Si samples, respectively (after CNT 
growth), indicating that CNTs were actually removed from the area of the scratches. 
Increased lateral forces for both samples were responsible to break the CNT-substrate 
bonds and to uproot the CNTs from the respective substrates. One important observation 
to be made from figure 4.14 (a) and (b) is the effect of Ti underlayer. Inability of Si and 
Ti, to form a solid solution [33], led to retention of Ti as a separate layer (clearly visible 
as a separate layer in the SPM images presented in figure 4.15), which exerted an extra 
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opposing force on the indenter. This force appeared as a peak in the lateral force curve 
for Si substrate (figure 4.14 b). However, in the case of Cu substrate, good solid 
solubility of Ti in Cu leads to extensive inter-diffusion and thus, disappearance of any 
separate layer on Cu substrate.   
 
 
 
 
 
 
 
 
Figure 4.14: Nano-scratch through CNTs on different substrates. Lateral force response 
during nano-scratch tests on (a) Cu-CNT and (b) Si-CNT samples. Curves represent 
force required to scratch bare substrates, substrates with only catalysts and substrates 
after CNT growth. (c and d) SEM images of nano-scratches through the CNT structure 
on Cu and Si substrates, respectively. Insets show higher magnification SEM images of 
the scratches (scale bar length is 1 µm). 
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Figure 4.15: Scanning probe microscopy (SPM) images of the (a) Cu and (b) Si 
substrates after catalyst deposition. 
Another important issue to be noticed is the effect of initial surface roughness of 
the substrates. Cu-substrate had rougher surface as compared to the Si wafer (figure 
4.15). This was reflected in the nano-scratch plots also (Figure 4.14 a and b) – scratching 
through the bare Cu substrate showed much more lateral force as compared to Si 
substrate. Thus, the nano-scratch technique was able to distinguish effects from substrate, 
catalyst and CNTs. 
Increments in the lateral force, which can be interpreted as adhesion or bonding 
force of CNTs with their substrates, are plotted in figure 4.16, for five (5) scratches per 
sample and for two different growth times of 2 and 30 minutes (see appendix-1 for plots 
of all the nano-scratches).  
(b)
(a)
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Figure 4.16: Plot of lateral force increment for both Cu-CNT and Si-CNT samples, after 
2 minutes and 30 minutes of growth time. 
It may be observed that growth time did not affect the lateral force in any 
significant way for both Cu and Si substrates. As higher growth time is related to longer 
CNTs, it seems that long CNTs, which formed a dense, tangled network, did not exert 
any extra load on the indenter. Hence, the increment in lateral force was mainly due to 
uprooting of CNTs from their substrates. Figure 4.16 also points out that the force 
required to de-bond CNTs from Cu substrate was much higher (almost 2 times) as 
compared to that of Si substrate. During CVD growth, Ti underlayer reacted with carbon 
precursor gas and formed TiC, providing a strong bonding between the underlayer and 
the CNTs. However, to achieve better adhesion of CNTs to the substrate, it is necessary 
that the substrate and the underlayer form a strong bond. Comparison of Cu-Ti and Si-Ti 
phase diagrams indicates that solid solubility of Ti in Cu may promote formation of such 
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bond between Cu and Ti, while nil solubility of Ti in Si may prevent formation of any 
such bond [33]. However, interfaces need to be studied in detail for a better 
understanding of this issue. 
After quantifying the forces required to debond a dense forest of CNTs from Cu 
and Si substrates, an effort was made to illustrate the bonding energy of individual CNT 
with the substrates. For this calculation, average densities of CNTs were taken for all 
samples. Due to extensive entanglement, CNTs could not be counted for samples having 
growth time more than 2 minutes during the present study. It is observed that till 2 
minutes growth time CNT density remained almost constant (figure 4.12 b) [98]. 
Therefore, it was assumed that CNT density remained constant throughout the growth 
period. Though self-termination (sudden and sharp fall in growth rate) was reported to be 
observed by some researchers during CNT growth [98], which may decrease CNT 
density, it was found to occur at higher temperatures (> 1283 K) [100].  Moreover, time 
to initiate ‘self-termination’ was strongly dependent on growth temperature and found to 
increase sharply with lower growth temperature. During the present study, CNT growth 
was performed at much lower temperature of 973K. Following the trend reported in 
reference [100], it is expected that the effect of self-termination on CNT density would be 
minimum during the present study. However, nano-scratch tests were performed on 2-
minutes CNT grown samples also, for which CNT density was calculated (in addition to 
30-minutes CNT grown samples) and results from both types of samples were compared. 
Figure 4.17 presents the results. 
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Figure 4.17: Comparison of adhesion energy of individual CNTs on both Cu and Si 
substrates. 
The procedure to calculate adhesion energy of single CNTs is strongly dependent 
on the indenter geometry (figure 4.11) and is given in detail in appendix-2. Figure 4.17 is 
generated from this calculation procedure. As the diameter of CNTs remains almost 
constant but length increases with growth time, the difference in bonding energy of 2 vs 
30 minutes grown samples can be related to the effect of CNT length. This difference was 
found to show a variation of 1-2% only for both Cu and Si substrates, while the actual 
calculated debonding energy values range over ± 15% of the mean. Hence, the CNT 
length effect on the debonding energy is considered to be negligible. The energy 
calculated thus represents the energy required to de-bond a single CNT. It may be 
observed that ~ 3 pJ energy is required to debond one single CNT from the Cu-substrate, 
which is equivalent to breaking 5 million C-C bonds [102]. It may be noted here that the 
adhesion energy for CNTs on Cu-substrate is ~ 4.7 times higher than that of Si-substrate, 
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while the debonding force was nearly 2 times higher for CNTs on Cu-substrate than that 
on Si-substrate. This difference in the factor is due to CNT density difference among both 
the samples. It will be appropriate to mention here that the bonding energy of single 
CNTs, as calculated above, is true only for the materials and methods used in the present 
study and is expected to vary depending up on the experimental conditions followed.  
Nano-scratch tests performed on both Cu-Ti-Ni-CNT and Si-Ti-Ni-CNT samples 
have shown marked differences in CNT-substrate bonding energy, which can be logically 
related to the structure beneath CNTs. In line with the observations made in section 4.1, it 
is evident that interface engineering plays extremely important role and Cu-Ti-Ni 
combination presents itself as a good combination of substrate-interlayer-catalyst for 
growth of strongly bonded CNTs, which can be used successfully for devices such as 
field emitters. 
After successful demonstration of bonding energy of single CNTs in a mat of 
randomly oriented CNTs, further effort was made to prove high resolution of this 
technique by using CNC structure, as described in the following sub-section. 
4.2.3 Bonding Energy for Carbon Nanocone Structure 
In order to show the ability of nano-scratch technique to directly quantify 
adhesion energy down to single nanostructure level, an explicitly different 1-D 
nanostructure - a periodically spaced and vertically aligned carbon nanocone (CNC) 
structure grown on a lithographically pre-patterned Si substrate, was further considered 
[103]. Figure 4.18 presents SEM images of this structure.  
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Figure 4.18: SEM images of nano-patterned carbon nanocone structure - (a) before 
nano-scratch, imaged from top, showing presence of multiple CNCs in each catalytic 
islands and (b) before nano-scratch, imaged at a tilt angle of ~40°. All scale bars in this 
figure are 1 µm. 
The figure shows typical SEM images of the structure, where each catalyst island 
is observed to accommodate 1-3 CNCs. Figure 4.18 (b) shows some of the islands having 
single carbon nanocone only. Each island is ~300 nm in diameter and the CNCs formed 
on these islands are ~ 2 μm in length. Nano-scratches were performed on this sample in 
such a way that these scratches traverse through the nanocone structures. During the 
scratching, CNCs were uprooted by the scratching force and gave us a directly measured 
value of bonding energy. The result of the test is given in figure 4.19, clearly showing 
uprooting of CNCs (in SEM image) and corresponding lateral force increment in the 
lateral force vs lateral displacement plot. 
 
(b) 
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Figure 4.19: Nano-scratch on nano-patterned carbon nanocone structure. (a) SEM 
image of the CNC structure after nano-scratch, showing removal of CNCs, imaged at a 
tilt angle of ~40°. (b) Lateral force response during nano-scratch test on Si-CNC sample, 
comparing effects on bare substrate and through CNCs. The upper inset shows a 
schematic of the process, uprooted CNCs being shown in a different color. The lower 
inset shows corresponding SEM image. All scale bars in this figure are 1 µm. 
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Nano-scratches made on this sample clearly showed uprooting of individual 
CNCs, both in SEM images and in corresponding quantitative data. Appearance of peaks 
in nano-scratch plot (Figure 4.19 b) could easily be correlated with the distance between 
consecutive nanocone islands. Separate peaks for each island of nanocones showed high 
resolution of the nano-scratch technique to quantify de-bonding force for single nanocone 
structure. Force required to debond CNCs in each island was found to vary between 10-
25 μN, depending on the number of CNCs present in each island. This corresponds to a 
debonding energy of 8-10 pJ per CNC. However, it may be noted here that debonding 
energy for CNCs includes the effect of catalysts. Synthesis techniques and parameters 
used for CNCs and CNTs (as mentioned in previous sub-section) were totally different. 
Furthermore, CNCs had a much higher contact area (having a solid base diameter of ~ 
300 nm) than the CNTs (ring-type base, with a diameter in the range of 60-80 nm). As 
mentioned before, CNT-substrate bond is a strong function of the properties of materials, 
synthesis conditions and their exact contact area. Thus, debonding energy values, as 
measured for the CNCs and CNTs, are not directly comparable. However, nano-scratch 
test on CNC sample shows its direct application in single nanotube/nanowire samples. 
Interface engineering seems to play a very crucial role in determining 
performance of CNT based devices. Nano-scratch technique now can act as a quantitative 
tool to describe CNT-substrate bonding energy and hence, can be related to device 
performance and reliability. In the following section, a completely different geometry (3-
dimensional structure) of CNT based field emitter will be presented, which also 
incorporates the lessons learnt from sections 4.1 and 4.2. 
119 
 
4.3 Structure and Field Emission Performance of 3-Dimensional Field Emitter 
Though CNTs have become widely popular as a potential material for field 
emitters, future devices require further enhancement in emission current density and 
emission stability and a simpler processing technique for efficient fabrication of CNT-
based field emission cathodes [8]. Current research activities on CNT-based field emitters 
were focused to address these issues. The simplest way to enhance emission current from 
CNT cold cathodes could be increasing the density of active CNT emitters present within 
a specific area. However, screening effect from closely spaced neighboring CNTs is 
known to adversely affect the field emission properties, which limits the maximum 
allowable active CNT emitters without deteriorating the emitter performance [44]. 
Another important issue for electron sources used in high power microwave (HPM) 
devices and other high current applications is structural stability at high operating electric 
fields, to obtain higher emission current.  Operating the field emitter at higher electric 
field may cause ion bombardment and arcing, especially from highest localized electric 
field areas of protrusions, loosely bonded absorbents/contaminants. This may cause 
significant damage to the CNT structure and could lead to permanent impairment of the 
emitters. These issues can be addressed well in a three-dimensional (3-D) design of the 
field emitter structure, in which CNT emitters are embedded within microchannels. 
As schematically shown and described in section 3.2.2, the 3-D design 
incorporates specific number of micro-channels within a particular surface area of a two-
dimensional (2-D) substrate. Creation of the micro-channels offers increment in total 
surface area (owing to extra side walls of the channels) available for CNT growth, 
without consuming more 2-D space (foot-print area). Increased surface area depends on 
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the size and number of the channels and the thickness of the substrate being considered. 
Figure 4.20 shows a graphical representation of this fact, for different channel diameters 
and substrate thickness, assuming a fixed foot-print area of 1 mm2 and incorporating 
maximum number of channels within this area. The scheme of calculation, used in 
creating this plot, is based on geometry of the system and is explained in detail in 
appendices (appendix-3). 
 
 
 
 
 
 
 
 
Figure 4.20: Representation of the effect of substrate thickness and channel diameter on 
total active surface area available for CNT growth (values mentioned against each line 
in the plot is the channel diameter). 
It is evident from this plot that higher surface area enhancement could be 
achieved by creating finer channels in a thicker substrate.  Due to enhanced surface area 
and growth of CNTs within channels, these 3-D cathodes offer higher emitter density in a 
specific area and hence, are expected to enhance field emission response, as compared to 
conventional 2-D cathodes. In a previous study by Seelaboyina et al. [8], it was shown 
1
3
5
7
9
0 200 400 600 800 1000
Substrate thickness (μm)
N
or
m
al
iz
ed
 a
re
a,
 A
/A
0 50 μm 
100 μm 
200 μm 
300 μm 
121 
 
that such a 3-D field emitter, created on alumina substrate, offers better emission 
response compared to its 2-D counterpart. However, low thermal and electrical 
conductivity of alumina (29-33 W/m.K [104, 105] and 1×10-15 S/cm [106], respectively) 
may affect heat transfer and electron movement during field emission and finally, on the 
structural stability and emission current, respectively. In the previous sections, it was 
shown that an interface-controlled growth of MWCNTs on Cu substrate offers best field 
emission response and emission stability, when compared to other samples. Using the 
lessons learnt from those studies, hence, a synergistic effect of the advantages offered by 
3-D emitter structure and interface-controlled MWCNT emitter on Cu substrate was 
proposed, which could lead to much better field emission response. Thus, MWCNT-
based 3-D microchannel cathode structure on Cu substrate was fabricated. Field emission 
response from this structure will be presented in the following sub-sections. 
4.3.1 Effect of Number of Micro-Channels on Field Emission Performance 
To study the effect of number of micro-channels on field emission behavior, three 
different types of samples were prepared with 4, 9 and 16 micro-channels, respectively. 
Structure of the 3-D field emission device is presented in figure 4.21. Micro-channels, 
before CNT growth, are observed in figure 4.21 (a) As can be seen from figure 4.21 (b) 
and (c), dense CNT forest type structure was grown on the substrate, surrounding the 
micro-channels, including the walls of the channels. CNTs have length of approximately 
20 µm and diameter in the range of 80-120 nm. Raman spectra, taken from the samples 
(figure 4.21 d), showed high D/G peak intensity (ID/IG) ratio, indicating presence of 
defects in the CNT structures. The structure was found to be quite similar to those found 
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in 2-dimensional field emitters and a detailed description about interpretation of Raman 
spectra is given in section 4.1.1.  
 
 
 
 
 
 
 
Figure 4.21: Structure of the 3-D field emission device. (a) Micro-channels created on 
the Cu substrate. (b) MWCNTs synthesized around and (c) within the micro-channels. (d) 
Comparison of Raman spectra, before and after field emission tests, showing D and G 
peaks – signature peaks for CNTs. 
Field emission responses of the CNT based 3D emitters, with varying number of 
micro-channels, are presented in figure 4.22 (next page).  
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Figure 4.22: Field emission response of the 3-dimensional cathode structure (numbers 
mentioned within the plots are the number of micro-channels in corresponding samples). 
(a) Field emission current density from the emitters having different number of channels, 
under DC bias. Inset shows field emission image, captured using green phosphor coated 
ITO glass as anode. (b) Fowler-Nordhiem (F-N) plot of the emitters showing straight line 
behavior. (c) Field emission current density from the emitters having different number of 
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channels, under AC bias. (d) Stability of emission during continuous, long-time 
operation, under AC bias. (e) Field emission response of emitters under DC bias, after 10 
hours of exposure during stability test, showing emitter structure stability. (f) 
Comparison of current density from 2-D and 3-D CNT based emitters [‘red square’: data 
for 2-D CNT based emitter on Cu substrate (taken from section 4.1); ‘green triangles’: 
data from 3-D CNT based emitter on alumina substrate (taken from Seelaboyina et al, 
ref. 8)]. 
While figure 4.22 (a) shows the current density vs. applied bias (J-E) curves for 
the emitters, figure 4.22 (b) presents the conventional Fowler-Nordheim (F-N) plots – 
both under DC bias. It could be pointed out from the J-E curves that emission current 
density increases with increasing number of micro-channels. The turn-on field (ETO, 
defined as the field required to produce 10 µA/cm2 emission current) was found to be 
quite low for all the emitters (irrespective of number of channels) – 1.1-1.2 V/µm. 
Though these values were higher as compared to previously reported ETO values for 2-D 
emitter structure (section 4.1), this behavior could be related to uncertainty in identifying 
exact inter-electrode distance, caused by the rare situation of 3-D structure (due to 
presence of CNT emitters within the channel wall). While all calculations were based on 
minimum inter-electrode distance (i.e. the distance between top surfaces of both the 
electrodes), actual scenario might be quite different, as CNTs were present over a range 
of inter-electrode distance (within the channels). In order to better understand this 
complex situation, simulation studies need to be performed in future, to predict electric 
field distribution along the channels. On the other hand, threshold field (Eth, defined as 
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the field required to achieve 10 mA/cm2 current density) of these emitters were observed 
to vary in wider range – 1.69 to 2.04 V/μm, depending upon number of channels. This 
can easily be correlated to the total number CNT emitters present in structure – samples 
with more channels have more emitters and hence, higher emission current density at 
lower excitation field. Further, straight line nature of all the F-N plots ensures that the 
emission, observed in this study, is a result of electron tunneling through MWCNTs. 
Since continuous operation in DC bias can damage structure of the MWCNT 
emitters, AC bias (often with very low duty-cycle) is preferred for practical purposes. In 
the present study, a sinusoidal AC bias (50% duty cycle) was used. Figure 4.22 (c) shows 
field emission response of the emitters under AC bias, as a function of number of micro-
channels present in the structure. Again, the field emission current was found to depend 
on the number of channels and the highest emission current density (189 mA/cm2, RMS) 
was obtained from the sample having 16 channels. Current density obtained from this 
sample was very high and is considered as one of the best emission current densities, 
reported in open literature.  Excellent emission behavior of these 3-D emitters can be 
related to the novel geometry of the device and to the low interface resistance. MWCNTs, 
predominantly being metallic in nature, created a metallic contact with Cu-substrate and 
offered low contact resistance, facilitating easy electron transport and good emission 
properties. 
Stability of the emitters is another extremely important issue for any practical 
application. It was found (figure 4.22 d) that all the emitters showed very good stability 
over a continuous operational period of 10 hours, though at different emission current 
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density levels. During the stability test also, the emitter with 16 channels showed much 
better performance as compared to other emitters, in terms of operating at a higher 
current level. Apart from the emission stability, structural stability of the emitters is 
another important factor for predicting life-time of field emission devices. Structural 
stability of the emitters was tested after the 10-hour long, continuous exposure of stability 
tests, in two different ways – field emission under DC bias and Raman spectroscopy. 
Figure 4.22 (e) shows the result of the field emission test. A quick comparison between 
figure 4.22 (a) and (e) shows that the emission current level was similar in both the cases, 
though the turn-on field was little higher for the latter case. This result indicates that 
damage to the emitter was not significant. This conclusion can further be supported from 
the Raman spectra, obtained from the samples, after stability test (figure 4.21 d). Raman 
spectra obtained from the MWCNT structures, tested in as-grown condition and after 
finishing field emission experiments did not show any appreciable difference. As 
indicated in the figure, positions of D and G peaks and their relative intensity ratios 
(ID/IG), for both the samples, remained almost same. This observation indicates that the 
rigorous field emission experiments could not induce much defect to CNT structures. In 
contrast to the observation made by Chen et al. [44], this 3-D MWCNT-based field 
emitter structures on Cu substrate, did not show any visible sign (e.g., partial uprooting) 
of structural damage. This fact may be related to good bonding between Cu and CNTs, as 
already pointed out in section 4.1 and 4.2. Moreover, an all-metallic structure from 
MWCNT to Cu substrate, through a metallic interface (Ti and Ni), aided in faster heat 
dissipation during field emission experiments and thus minimizing the chances of any 
structural damage. 
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4.3.2 Predicted Current Density 
The best advantage of the 3-D MWCNT-based emitters on Cu substrate is the 
high current density. Figure 4.22 (f) presents a comparison of emission current density 
among different varieties of 3D emitters (with 4, 9 and 16 number of micro-channels, 
within 1 mm2 foot-print area) and with those reported for 2-D emitter structure 
(MWCNTs-on-Cu, section 4.1) and 3-D emitter structure (CNTs on alumina micro-
channel plates [8]). The highest emission current density (~ 190 mA/cm2) observed for 
the sample having 16 micro-channels (in the present study), is actually more than an 
order of magnitude higher than all current density values reported in section 4.1 and 
reference 8. This observation clearly points out to the benefits of the 3-D emitter structure 
on Cu substrate. It may further be noted that variation in current density, as a function of 
number of channels, is almost linear (with more than 95% degree of fit). Following this 
linear trend, current densities of 3-D emitters of Cu substrate having higher number of 
channels, could be predicted (table 4.4). Current density, predicted for 1400 channels, 
(6.054 A/cm2) is found to be well above the predicted current density values for 3-D 
alumina based CNT emitter (708 mA/cm2) [8] and other literature reported values  (3.55 
A/cm2 [44] and 4 A/cm2 [107]). However, it may be noted here that the actual current 
density from such a sample might be limited by screening effect from neighboring CNTs. 
Limitation of our instruments, to measure such a high current, restricts us in providing 
experimental support to this issue. However, it is proposed at this point that detailed 
experimental and simulation is undertaken to clarify this issue. 
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Table 4.4: Estimated current density from different number of channels (from 1 cm2 foot-
print area) 
 
 
 
 
 
 
 
 
 
* Maximum number of channels that could be created within 1 cm2 area is 1412, which is 
approximated as 1400, here. 
The results indicate that a proper 3-D design, on a suitable substrate, can lead to a 
big increment in current density, as compared to the 2-D emitter structures. In the present 
case, the 3-D emitter structure on Cu substrate with 16 channels showed a gigantic 27 
times enhancement in current density, as compared to its 2-D counterpart. Further, 
selection of Cu over alumina and realization of interface-control (through Ti and Ni) 
ensured a strong and low-resistance interface and contributed as another favorable factor 
in enhancing emission current density. 3-D emitter on Cu-substrate registered a huge 23 
times increment in emission current density over similar 3-D structure on alumina 
substrate. The results found during the present study clearly indicate that a 3-D emitter 
Number of 
Channels 
Estimated Current Density 
(A/cm2) 
100 0.542 
400 1.814 
625 2.768 
900 3.934 
1200 5.206 
1400* 6.054 
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structure on a conductive substrate (such as Cu) offers much higher efficiency, as 
compared to conventional 2-D emitters on metallic substrates or other 3-D emitter 
structures on alumina substrates.  
4.4 Structure and Field Emission Performance of Transparent Flexible Field 
Emission Device  
After successful demonstration of energy efficient field emission devices (in 
terms of low turn-on field and high emission current) through application of interface 
engineering and 3-D design, the next was to incorporate two more exciting features to 
field emitters – flexibility and transparency. Application of these flexible and transparent 
displays ranges from flexible head-up displays, foldable electronics, lightning tiles and 
others. A hybrid structure of 1-D CNTs over 2-D graphene can be an ideal architecture 
for application as flexible and transparent field emission displays. 
Graphene was synthesized through CVD process on Cu foils and transferred onto 
polyethylene terephthalate (PET) substrate using hot press lamination and chemical 
etching process. Details about graphene synthesis and transfer processes were given in 
section 3.2.3, and basic properties of the transferred film are given in appendix-4. Figure 
4.23 shows the schematic processing chart of field emitter device fabrication. For 
fabricating the hybrid graphene/CNT cathode, multiwall carbon nanotube (MWCNT) 
solution was spin coated over graphene/PET substrate. MWCNT solution was prepared in 
polyvinyl alcohol (PVA) and de-ionized (DI) water mixture. Anode was made by dip 
coating the green phosphor over the graphene/PET film. Anode and cathode were stacked 
over each other for fabricating flexible, transparent field emission device. 
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Figure 4.23: Process flow for cathode and anode preparation. Schematic of assembled full 
flexible and transparent FE device showing CNT-graphene/PET cathode and phosphor coated 
graphene/PET anode. 
Figure 4.24 shows a representative SEM image of PVA coated MWCNT emitters 
on graphene/PET. The average diameter and length of MWCNTs were 60 nm and 1-3 
μm, respectively. Many CNTs were found to be in erected position, which was suitable 
for good field emission response. PVA acted as binder for MWCNT on graphene film 
and provided stability to the emitter under strong electric field [108-110]. A low density 
(~1.2×108/cm2) of CNTs over graphene film was maintained for high optical 
transparency of cathode.  
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Figure 4.24: Structure of the graphene-CNT hybrid emitter – SEM image of PVA coated 
CNTs on graphene/PET film. 
Both the cathode (MWCNT/graphene/PET) and the anode 
(phosphor/graphene/PET) were framed with adhesive conductive copper tape at the edges 
(figure 4.25 a). Field emission device was assembled over a glass tube (27 mm diameter) 
by stacking the electrodes over each other, using ~600 µm thick spacers along their 
edges. Such an assembly aids to quantify field emission response of the device in a bent 
state. Figure 4.25 (b) shows a photo of the assembled fully transparent and flexible field 
emission device (dimension 15mm×15mm). This image clearly shows the flexibility and 
transparency of our device. While its ability to perfectly take the contour of the glass tube 
proves its flexibility, clearly visible letters through this device supports the claim of high 
transparency. Slight difference in the visibility of the letters was mainly due to the 
200 nm 
132 
 
presence of thin film of phosphor coating on the anode. Inset of the figure shows the field 
emission image captured from the anode end of the device. 
Figure 4.25: (a) Images of flexible and transparent anode and cathode. (b) Fully 
transparent and flexible FE device assembled on glass tube (“FIU” character can be 
seen from the front side of the FE device). Inset shows FE image from the device. (c) 
Emission current versus electric field characteristics of FE device operating under DC 
bias voltage. Inset shows corresponding F-N plot. (d) Emission current versus electric 
field characteristics of FE device operating under AC bias voltage. Inset shows 
corresponding F-N plot. 
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Field emission response of the device is presented in figure 4.25 (c) – (d). 
Emission current as a function of applied DC bias to the device is shown in figure 4.25 
(c). Turn-on field (ETO, defined as the electric field to generate 1 μA/cm2 current density) 
of the device was found to be 2.05 V/μm. Low turn-on field from a FED ensures that the 
device started performing at a very low applied field and hence, was always desirable. In 
fact, the present result showed much lower turn-on field, as compared to the flexible, 
transparent cathode structure, reported very recently (33% of the value mentioned in that 
reference) [111]. Similarly, the threshold field (ETh, defined as the electric field required 
to generate 10μA/cm2 current density) was also found to be extremely low, 2.2 V/μm, 
which is almost 20% of the comparable value in ref.  [111]. It may be mentioned here 
that unlike ref. [111], which presented only a flexible and transparent C-nanostructure 
based cathode for application in FEDs, our device allowed flexibility and transparency to 
both the cathode and anode. The images on the back side of the screen can be seen 
through the all-graphene based display as seen in figure 4.25 (b), thus the assembled 
device can be used for transparent and flexible display. 
In order to calculate the field enhancement factor (β), Fowler-Nordheim (F-N) 
equation was used and the corresponding plot is included as insets of figure 4.25 (c) and 
(d). F-N equation is stated as I= (aAβ2E2/Φ)exp(-bΦ3/2/βE), where I is the emission 
current, A is emission area, β is the field enhancement factor, V is applied voltage, ϕ is 
the work function of the emitter (assuming work function of CNTs to be similar to 
graphite, i.e., 5.0 eV), a and b are two constants, of values 1.54×10-6 A eV/V2 and 6.83 × 
107 eV3/2 V/cm, respectively. From the F-N plot, field enhancement factor has been 
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calculated as 1023, in DC bias. The straight line nature of the F-N plot ensures that the 
emission process was through tunneling of electrons from CNTs. 
Further, the FED was subjected to AC bias, using a 1 kHz sine-wave function and 
the emission response is presented in Figure 4.25 (d). In AC bias, the turn-on field further 
reduces down to 1.4 V/μm and a total emission current of 350 μA could be achieved. 
Moreover, under AC bias, the field enhancement factor is highly enhanced to a value of 
~16434. Emission behavior of this graphene based field emitter seems to be impressive. 
It may be noted here that in this design of the device, graphene (on flexible, transparent 
polymer) mainly acted as the highly conductive base material, while CNTs embedded 
onto the graphene performed as the actual electron emitting sources. Figure 4.26 shows 
stability of the emission current under DC bias (at an electric field of 2.15 V/μm), for a 
continuous operation of 10 hours. Variation in current was found to be low and the device 
offered very good stability over the experimental time-period.  
 
 
 
 
Figure 4.26: Emission stability of the graphene-CNT hybrid field emitter, under DC bias. 
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Overall, the results presented here show that the CNT-graphene hybrid structure 
based field emitter device is also highly energy efficient and has good potential for 
flexible and transparent field emission devices.  
4.5 Structure and Performance of Carbon Nanotube Based Anode in Li-ion 
Battery  
In the previous sections, successful research efforts to manufacture energy 
efficient carbon nanotube based field emitters have been presented. After field emitter, 
the focus was on application of CNTs in energy storage devices, such as Li-ion batteries. 
Application of CNTs in Li-ion batteries is not new [112-114], though the results were not 
encouraging. CNT-based Li-ion batteries have offered lower specific capacity of the 
battery, as compared to the conventional graphite anode based Li-ion batteries. Analyzing 
the failures, it was observed that CNT was added in a small percentage (to the electrode) 
along with other active materials like graphite, active carbon etc. and organic binders. 
These materials were mixed together as a paste and painted on current collector materials 
like copper, aluminum or stainless steel. This process of anode preparation did not allow 
direct contact between CNTs, electrolyte and Li+ ions and hence, effect of CNT addition 
could not be fully understood.  
To address all these issues, the present research aimed at direct synthesis of 
interface-controlled MWCNTs on copper current collectors and their application as the 
anode in Li-ion cells. This kind of structure is expected to have many advantages over the 
conventional anodes. First of all, unlike all the past studies involving CNTs, which used 
raw CNTs and polymeric binders [112-114], the present structure would have directly 
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grown CNTs on the current collector, thus avoiding the polymeric binders completely. In 
this way, it will reduce harmful effect of the polymeric binder, reduce weight of the 
active material, increase specific capacity and show potential to be used for high 
temperature application. Secondly, CNTs do not have any kind of expansion/contraction 
and pulverization problem (like Si and SnO2), so it will sustain its capacity for long 
cycles. Third, growth of CNTs on interface-engineered metallic substrates will ensure 
that each CNT is well bonded to the current collector, thus all of them contribute to the 
capacity. Fourth, high specific surface area of CNTs will allow more Li-ion intercalation. 
Fifth, higher conductivity of the active anode material is important for achieving higher 
capacity [115]. In that respect, MWCNTs, known to be excellent charge carriers, are an 
alternative option and aid in achieving higher capacity. Moreover, by the interface-
control, proposed in this study, an ohmic contact and strong bonding between the CNTs 
and substrate will be ensured, which will further help in efficient charge transport. 
Further, the anode structure of MWCNTs grown on Cu foil, can be very easily fabricated 
using thermal chemical vapor deposition (CVD) process. Keeping in view of all these 
multifarious advantages, the present study used interface-controlled MWCNTs grown on 
Cu current collector as the anode for Li-ion batteries. This novel anode structure was 
tested as half-cell (as described in sections 3.3 and 3.6) and results are discussed below.  
The novel anode structure was prepared by depositing catalysts (through 
sputtering) onto Cu foils, followed by MWCNT growth by CVD. Electrochemical studies 
are performed on half cells prepared by CR2032 press. Electrochemical characteristics of 
the MWCNT-on-Cu electrode are presented in figure 4.27. First two charge-discharge 
curves, at a current rate of 0.1C (38mAg-1, assuming theoretical specific capacity same as 
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that of graphite, i.e. 372 mAhg-1), are shown in figure 4.27a. The first discharge cycle 
wais characterized by very high specific capacity of 2547 mAhg-1, while the following 
de-lithiation (charge) cycle showed specific capacity of 1455 mAhg-1. This led to an 
irreversible capacity loss of 42%. However, the second discharge and charge cycles 
almost maintained the reversible capacity from the first cycle. During the first discharge 
cycle, a plateau in the voltage region 0.9-0.5V was observed. Such plateau is typical of 
all CNT-based electrodes and is related to decomposition of the electrolyte and formation 
of solid electrolyte interphase (SEI) on the CNT surface [116]. The plateau was not 
observed from the next cycle onwards, indicating that SEI formation was complete in the 
first discharge cycle itself. A good fraction of the capacity was found to be at a voltage 
range > 0.5 V, which was a common feature for all nanostructured carbon anode 
materials and even for C-Si core-shell nanowires [117-120]. Though this type of behavior 
was different from that shown by graphite electrodes [121], it did not affect the full-cell 
characteristics much, as was shown for C-Si core-shell nanowire structure [118]. 
Rate capability of the electrode is shown in figure 4.27 (b). Reversible capacity of 
the electrode was found to be very high and quite stable (especially, after few initial 
cycles). Very high specific capacity could be observed at all current rates. Even at very 
high charging/discharging rate of 1.116 Ag-1 (3.0C), the electrode showed a reversible 
capacity of 767 mAhg-1, representing 106% increment in capacity as compared to the 
theoretical capacity of graphite anodes (372 mAhg-1). This huge increment in specific 
capacity, that too in a higher current rate, proves suitability this anode structure for 
possible application in Li-ion batteries. 
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Figure 4.27: Electrochemical characteristics of the proposed CNT-based electrode 
structure. (a) First two charge-discharge cycles of the MWNT-on-Cu anode, at 38 mAg-1 
rate. (b) Reversible capacity of the MWNT-on-Cu anode, at different C-rates. (c) 
Exceptional stability of the reversible capacity (~ 900 mAhg-1) of the MWNT-on-Cu 
anode in long-run, at 372 mAg-1 rate. (d) Coulombic efficiency of the MWNT-on-Cu 
anode, showing very high efficiency, except for the first cycle. After initial 5 cycles, the 
efficiency remained more than 99%. 
To specifically understand the stability of capacity, the electrode was subjected to 
50 charge/discharge cycles at 372 mAg-1 rate (1.0C), after two initial cycles each in 0.1C 
(38 mAg-1) and 0.5C (186 mAg-1) rate (figure 4.27 c). The figure shows very high 
capacity of the electrode (~900 mAhg-1, 140% enhancement as compared to theoretical 
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capacity of graphite) at this rate and excellent stability of the capacity over 50 cycles. In 
fact, there was nil capacity degradation during these 50 cycles (except for the initial two 
cycles).  The coulombic efficiency of the electrode was also very high, more than 99%, 
after two initial cycles at 38 mAg-1 rate (figure 4.27 d). Such high capacity and nil 
capacity degradation over 50 cycles make this electrode a suitable alternative to the 
graphite anodes, conventionally used in Li-ion batteries.  
It is well understood that the unique structure of the proposed anode is responsible 
for its excellent performance. In order to better understand the structure and lithiation-
delithiation mechanism, a thorough structural characterization, using SEM, high 
resolution transmission electron microscope (HRTEM), X-ray diffraction and Raman 
spectroscopic analysis has been performed. X-ray diffraction (figure 4.28 a) and Raman 
spectroscopy analysis (figure 4.28 b) showed different peak shapes and intensity ratios in 
different stages, pointing towards a possible structural change.    
Figure 4.28 (a) shows XRD patterns of the proposed anode structure in the 
pristine, lithiated and delithiated stages, respectively. Due to the presence of high 
intensity peaks from Cu substrate, no other peaks, except C(002), could be pointed out in 
the XRD pattern. Broadening of the C(002) peak, in lithiated condition, indicates 
possibility of increase in defect concentration in the samples. However, the broadening 
was not observed in the delithiated sample. A semi-quantitative analysis, using CMPR 
software showed that the full width at half maxima (FWHM) of the peaks increased from 
as-grown state (FWHM = 2.20˚) to lithiated state (FWHM = 4.81˚) and then decreases 
upon de-lithiation (FWHM = 2.75˚). Since, FWHM can be related to the defect density in 
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the material, it can be concluded that lithiation increased defect sites on the CNTs and de-
lithiation eliminated most of these defects.  
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
Figure 4.28: Structural comparison of the proposed anode structure in different stages. 
(a) X-ray diffraction patterns and (b) Raman spectroscopic analysis. 
 
(a) 
(b) 
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The observations made from XRD match well with Raman spectroscopic 
analysis. ID/IG ratio in Raman spectra, which indicates purity or crystallinity of CNTs, 
increased from  0.95 for the pristine sample to  1.21 in the lithiated condition and 
decreased to 0.94 in the delithiated condition. So, the crystallinity of the CNTs was lost in 
lithiated state and recovered in delithiation stage. 
Figure 4.29 (a) (and its inset) shows SEM micrograph of the as-grown CNTs on 
the Cu current collector, while figure 4.29 (b) (and its inset) shows TEM micrographs of 
the same structure. The CNTs (outer diameter ~ 100 nm), which formed a forest-like 
structure of ~ 30 μm height on the Cu current collector, created a porous network and 
opened up huge surface area of CNTs, thus increasing the lithiation capability of the 
electrode. The as-grown CNTs also showed some amount of defects in the structure (inset 
of figure 4.29 b), which could probably lead to enhanced Li-ion intercalation. Some of 
the CNTs were found to be twisted (figure 4.29 c). The twisting increased specific 
surface area of CNTs, which was probably one of the reasons of high Li insertion in these 
CNTs.  
No noticeable volume expansion of the CNTs was observed after lithiation. 
Figure 4.29 (b), (d) and (e) shows representative SEM micrograpghs of CNTs in as-
grown, lithiated and delithiated states indicating that the diameter of CNTs remained 
almost constant (~ 100 nm). This observation is unique and distinctly different from the 
observations made by Maurin et al. [122], who has reported swelling and shrinkage of 
CNTs, during the lithiation and delithiation. Absence of this volume change in the CNT 
anode is beneficial for practical application. 
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Figure 4.29: Structure of the electrode in as-grown, lithiated and delithiated states. (a) 
SEM and (b) TEM images of the as-grown MWNT-on-Cu structure (insets are at higher 
magnification). (c) TEM images of twisting in the as-grown sample. (d) and (f) show 
TEM images of the CNTs in lithiated condition (FFT image at inset). (e) and (g) are TEM 
images of the CNTs in delithiated condition, showing absence of the second phase. 
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A quick comparison of the structure of the CNTs, in lithiated and delithiated can 
be performed from the TEM images in figure 4.29 (d) - (g). The lithiated CNT structures 
clearly showed formation of thick layer of a second phase (the lithiated phase) on their 
walls, while such a second phase structure could not be observed in delithiated condition. 
This second phase could be Li-oxide phase, which might have formed during mis-
handling of the sample during TEM sample preparation or it could also be a second phase 
(Li-C) formed during lithiation. To minimize exposure of sample to air, the sample 
preparation was carried out in Ar glove box. Further, to confirm the effect of long-time 
air exposure on the structure, a separate study has been performed. Figure 4.30 (next 
page) shows the outcome of this study, in terms of TEM and HRTEM images. For the 
comparison of amorphous lithiated carbon and lithium oxide, delithiated sample was 
exposed to air for long time and has been investigated. Even though most regions of CNT 
wall were recovered and crystallized, fine nanocrystals were observed at few junctions of 
CNTs. The HRTEM and its corresponding FFT, as shown in the figure, clearly reveals 
the existence of crystalline phase having 4 fold symmetry with 2.3Å d-spacing, which 
corresponds to the (002) plane of cubic-Li2O phase. The structure of the observed oxides 
which are commonly observed after charge and discharge experiment in Li-ion battery, 
was identified as face centered cubic Li2O with a= 4.6 Å. Dupont et al. [123] reported 
Li2O structure using in-situ XRD, coupled with carefully designed HRTEM experiment. 
Our results were in close agreement with their reported values. The inverse FFT image 
using the indicated arrows in filtered FFT, as shown in (d), clearly demonstrates the 
crystalline phase on the CNT surface.  
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Figure 4.30: (a) TEM image of MWCNTs showing fine nanocrytalline particles on the 
MWCNTs surface, (b) higher magnification of circled region shown in (a), (c) HRTEM 
image on the one of the nanocrystalline particle showing the lattice fringes, (d) Inverse 
FFT image indicated by arrow from the filtered FFT showing 4-fold symmetry of 
reciprocal lattice fringes. 
A quick comparison of the Li2O phase and the second phase formed in figure 4.29 
(f) immediately points out that the latter is not the oxide. So, thick layer on the lithiated 
CNTs was expected to be an amorphous lithiated carbon phase only. Formation of such 
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structures was found throughout the whole lithiated sample. This amorphous lithiated 
phase was expected to have a stoichiometry of LiCx, (x – 2-6), as reported previously for 
C-based anodes of Li-ion batteries [124]. Though the specific stoichiometry of the 
lithiated compound was not known, very high defect density of CNTs and high reversible 
capacity (> 900 mAhg-1), which was comparable to the theoretical capacity (1116 mAhg-
1) of SWCNTs (forming LiC2) [124, 125], indicates that the composition is likely to be 
LiCx (x = 2-3). However, the composition needs to be confirmed by Li nuclear magnetic 
resonance (NMR) technique. These results clearly indicate that during lithiation CNTs 
partly lose their crystallinity along the outer surface, probably due to their interaction 
with the Li+ ions. However, the same samples in de-lithiated state did not show presence 
of the thick amorphous phase on the walls of CNTs (see Figure 4.29 e, g). It was not very 
clear, if the loss of crystallinity was fully recovered during delithiation process, but the 
HRTEM images of the delithiated sample exhibiedt better crystallinity, demonstrating at 
least a partial recovery of loss of crystallinity. 
Structural characterization of the samples, in different stages of lithiation, shaded 
light on the mechanism of lithium insertion and extraction into the anode and highlighted 
the advantages of the anode structure. Initial higher defect density of the pristine CNTs, 
as evident from the Raman spectroscopic analysis, XRD and HRTEM, might have helped 
the anode structure to show very high capacity, as defective CNT structure is known to 
have higher conductivity than graphitic CNTs [126] and better lithiation capability [117]. 
Moreover, twisted CNTs offered higher specific surface area and hence, probably more 
Li-ion intercalation. During lithiation, Li+ ions reached individual CNTs, passing easily 
through the CNT forest structure and attached with their sidewalls. Very high surface 
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area of the CNTs promoted huge amount of Li+ ion intercalation. On the other hand, 
during delithiation, most of the ions returned back to the opposite electrode. Highly 
porous nature of the CNT forest structure allowed easy transport of the intercalating ions 
from one electrode to the other. A schematic of the lithiation-delithiation mechanism is 
given in figure 4.31. 
 
 
 
 
 
 
 
 
 
Figure 4.31: A schematic (not to scale) of the proposed lithiation-delithiation 
mechanism, showing huge amount of Li+ ion intercalated to walls of CNTs during 
lithiation and de-intercalation of most of the ions in delithiation. 
It is very important for the Li-ion battery to have an efficient electron transport 
from the current collectors to the CNTs to show good cycling behavior. Interface-
controlled MWCNT structure, grown directly on Cu current collector, ensured minimum 
resistance. Through the choice of diffusion barrier layer and catalyst layer (Ti and Ni, 
respectively), presence of high-resistivity material in the electron path has been 
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minimized. Total resistance of the electrode structure (Cu to CNT tip), as measured by a 
two-probe method, was found to be 3.3 Ω, which wais considered to be very low. It may 
be mentioned here that such kind of contact resistance measurements between substrate 
and CNT tip resulted in lowest value of ~ 135 Ω [127], which is almost 40 times higher 
than the values found in the present study. One of the reasons to achieve such low contact 
resistance is presence of Ti, which is known to show very low (an order of magnitude 
lower than that of Pd, Pt, Cu and Au) contact resistance with CNTs [128]. Moreover, it 
was necessary to have good bonding between substrate and CNTs, in order to avoid 
pulverization and to achieve good stability in high-cycle. Strong bond formation between 
CNTs and Cu substrate, through Ti interfacial layer, has already been shown in section 
4.2. HRTEM image, taken from the interface region of the pristine sample, showed very 
good bonding between the substrate and the CNT layer, through formation of an interface 
layer (figure 4.32).  
 
 
 
 
 
 
Figure 4.32: Structural analysis of the proposed anode. (a) HRTEM image of substrate-
CNT interface, showing well-bonded interface and presence of interfacial phase. (b) 
Selective area diffraction pattern showing formation of TiC at the interface. 
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A selective area diffraction pattern (SADP) taken from this interface region 
showed presence of TiC. Formation of TiC, in the interface, helped in two ways: first, 
TiC, being highly conductive, provided low-resistance paths for electron movement from 
Cu current collector to CNTs and secondly, it ensured a strong bond formation between 
the substrate and the CNT [129]. 
The benefits of using an interface-controlled MWCNT structure, directly grown 
on Cu current collector, as the anode material in Li-ion batteries can be appreciated from 
the schematic presented in figure 4.33.  
 
 
 
 
 
 
 
 
Figure 4.33: A schematic (not to scale) of the proposed anode structure, showing its 
advantageous features. 
As shown in the drawing, this proposed structure offers many advantages: (i) 
CNT structure did not show any expansion/contraction problem during lithiation 
/delithiation and hence, posed no threat of pulverization; (ii) very high surface area of 
CNTs was available for lithiation and easy ion transport through the highly porous CNT 
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forest structure; (iii) formation of TiC allowed a strong bonding of CNTs with the 
substrate, thus minimizing breakage and improving the long-cycle behavior and (iv) from 
CNT tip to copper current collector, the structure presented an ultra-low resistance path 
(CNTs having highest current carrying capacity, ~109 A/cm2 and substrate material also 
being highly conductive), which aided in faster charge transport.  All these beneficial 
factors of the interface-controlled MWCNT structure on copper current collector aided in 
enhancement of the capacity of the electrode and provided excellent stability. The 
stability offered by this MWCNT based electrode showed comparable performance with 
Si nanostructure based electrodes [130, 131] and even better capacity of 900mAhg-1 at a 
current rates of 1C as compared to C-Si core-shell nanowire(Figure 3d of reference 
[118]). 
Apart from its high-cycle stability, the interface-controlled MWCNT-on-Cu 
anode has shown higher capacity than any other anode fabricated by carbon nano/meso-
structure and its composites, at all the current rates. Figure 4.34 presents a comparison 
plot of reversible specific capacities of different anode materials, as a function of current 
rate. It is clearly visible that apart from Si-nanostructures, MWCNT-on-Cu anode 
material has offered either equal or higher specific capacity. Difference between 
capacities of the anodes was more prominent in high current rate zone, where MWCNT-
on-Cu outperformed all other anode materials by huge margin. This comparison plot 
clearly shows the advantages offered by the MWCNT-on-Cu anode, over other 
conventional and new materials. Depending upon the performance of this anode, it may 
be concluded that CNT is going to one of the important candidate materials for future 
high-capacity Li-ion batteries, offering better safety, too.  
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Figure 4.34: Comparison of reversible specific capacities of literature reported values of 
different types of anodes and that of the electrode used in present study, over a range of 
current rates. The interface-controlled MWCNT-on-Cu electrode has shown 1.5-5.5 times 
higher capacities than all reported carbon-based anodes [80, 112-114, 116, 117, 119, 
120, 125, 132-143]. 
4.6 Structure and Performance of Ultra-thin Alumina Coated Carbon Nanotube 
Based Anode in Li-ion Battery  
In an effort to further advance the benefits of MWCNT-on-Cu anode for Li-ion 
batteries, aim was fixed to enhance specific capacity of the electrode, with incorporation 
of more safety issues. Inactive metal oxides are often considered as an anode material or 
as one of the components of anode due to their ability to protect solid electrolyte 
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interphase (SEI) and thus, contributing towards better cycle life and safety. Surface 
modifications of active anode materials, such as mild oxidation [144], coating by metal 
oxides [145, 146], have been suggested for higher efficiency electrodes. Among them, 
oxide-coated carbon nanostructures are expected to perform better, combining additional 
stability, safety and capacity offered by the oxide and excellent conductivity (thus, faster 
charge transport) and strength (rigidity of the structure) provided by  C-nanostructures, 
specifically CNTs. Thus, a hybrid structure consisting of thin-layered oxide coated CNTs 
seems to be a promising candidate as an anode material for Li-ion batteries. A thin oxide 
coating on carbon nanotubes is expected to restrict unwanted reactions between carbon 
and the electrolyte and thus, provide extra stability to the anode [147]. It may be noted at 
this point that solid electrolyte interphase (SEI), which is known to be lithium ethylene 
di-carbonate [148], allows Li+ ions to diffuse through it, while blocking the electrolyte 
molecules; ensuring reversible intercalation and de-intercalation of Li+ ions during 
cycling [149]. Thus, stability of SEI is extremely important for good cyclability of Li-ion 
batteries. Surface modification by oxides was observed to improve bonding of the SEI 
with carbon, better wetting with electrolyte and less decomposition of SEI during charge-
discharge [144-146], thus enhancing stability of the SEI. Improved stability of SEI also 
contributes towards better safety of the cell as SEI decomposition is known to be 
exothermic, leading to thermal runaway [150, 151]. Recently, Y. Jung et al. have 
demonstrated that atomic layer deposition of alumina directly on natural graphite 
improved stability and safety performance of the Li-ion battery [147]. Enhanced 
performance, especially at elevated temperature, was attributed to formation of a 
protective surface layer on graphitic particles.  Therefore, introducing a protective surface 
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layer on nanostructured carbon materials is expected to further enhance its stability, while 
maintaining high capacity.  In the present study, the prospect of a new anode consisting 
of an ultra-thin layer of aluminum-oxide coated on interface-controlled CNTs directly 
grown on Cu current collector was studied further. 
During this study, atomic layer deposition (ALD) technique was applied to 
deposit alumina (Al2O3). The novel anode was prepared by sputter deposition of catalysts 
onto the Cu foils, chemical vapor deposition (CVD) for direct CNT growth on the 
substrates and ALD to deposit Al2O3 on the randomly oriented CNTs. ALD is well 
established atomic layer coating process to generate conformal thin film structure on any 
convoluted network of high surface area material [152, 153]. This approach to the 
development of the novel anode offers the obvious advantages of an oxide-CNT anode, 
i.e. good stability, enhanced safety and high capacity of alumina, along with faster charge 
transport, rigidity and capacity offered by the CNTs. This structure ensures extra safety 
by providing a binder-free nature of the cell and making a protective coating on the 
CNTs, thus shielding the CNTs and SEI from unwanted, exothermic reactions with the 
electrolyte. The results, as discussed below, have shown enhanced performance of the 
anode. 
Details about CVD growth, anode preparation, button cell making, structural 
characterization and electrochemical characterization can be found in sections 3.1, 3.2.4, 
3.3.2, 3.4 and 3.6, respectively. However, ALD was a new process step, which will be 
described here. During this process, remote plasma ALD (RPALD) was followed due to 
its ability to be performed at lower temperature (523 K) because of its reactivity of 
radicals and ions with precursor [154] and minimum damage of the substrate and the 
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CNT structure, caused by the plasma process [155, 156]. The process pressure and 
plasma power were kept at 0.5 Torr, and 100 W, respectively. A trimethylaluminium 
(TMA, Al(CH3)3) as the Al precursor was introduced into the reactant chamber. O2 
plasma was used as the oxygen reactant. Ar purge gas was introduced for complete 
separation of the precursor and O2 plasma. 
The structure of the anode material is evident from figure 4.35. As described in 
the previous section, MWCNTs grown directly on the Cu current collectors, could be 
characterized as a thick forest of randomly oriented CNTs, having diameter in the range 
of 70-100 nm and ~ 30 μm long, some of them being twisted (which further increased the 
available surface area for Li+ ion intercalation). Presence of huge free space around CNTs 
allowed formation of a porous network through which Li+ ions could migrate easily and 
reached to all CNT surfaces. SEM and TEM images (figures 4.35 a-d) showed presence 
of a second phase on the CNTs. Figure 4.35 (c) shows presence of (113) of Al2O3 (d = 
0.21 nm, ICDD 2010 card no. 00-001-1243) and (002) of C (0.34 nm, ICDD 2010 card 
no. 00-001-0640). High angle angular dark field scanning transmission electron 
microscope (HAADF-STEM) image (figure 4.35 d), through Z-contrast, clearly shows 
presence of a different phase and localized elemental analysis (figure 4.35 e and f) shows 
presence of Al and O on different positions of walls of the CNTs. Figure 4.35 (g) presents 
HRTEM image taken from wall of one of the CNTs to show multiple walls, which further 
confirms the CNTs to be MWCNTs.  
Deposition of Al2O3 on the walls of the CNTs was quite expected in ALD 
process. TEM images unambiguously establish that ALD precursors successfully 
deposited Al2O3 on individual CNTs, penetrating through the open space between CNTs.   
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Figure 4.35: Structure of the anode material. (a) SEM images of the ALD alumina coated 
MWCNT; the inset shows high magnification image of individual MWCNTs. (b) TEM 
image of individual CNTs, showing the ultra-thin coatings of alumina on CNTs. (c) 
Lattice fringes showing alumina (0.21 nm) and CNT (0.34 nm). (d) TEM images of few 
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CNTs. The inset shows the high angle angular dark field scanning transmission electron 
microscope (HAADF-STEM) image from the same location. (e) and (f) Spot elemental 
analysis performed at different positions on the wall of a few CNTs. Both analysis show 
presence of Al and O, indicating that alumina has covered the walls of the CNTs forming 
a thin and discontinuous coating on CNTs. (g) HRTEM image from walls of one of the 
MWCNTs, showing a presence of multiple walls. 
However, formation of Al2O3 by ALD on CNTs is theoretically not expected on 
conjugated C bonds of graphene planes of CNTs. ALD Al2O3 formation can be initiated 
on a hydroxyl terminated surface or on defective sites [152]. A large fraction of structural 
defects in the pristine CNT, as evident from high (more than unity) ID/IG ratio in Raman 
Spectrum (see figure 4.28), ensured Al2O3 nucleation on CNTs. Al2O3 is expected to 
improve the electrochemical response of the anode in Li-ion batteries in two ways: 
providing extra Li+ ion intercalation sites (forming Li9Al4, leading to a theoretical 
specific capacity of 2234 mAh g-1) [157] and protecting individual CNTs from 
undesirable reaction with the electrolyte by forming a stable thin oxide layer [147]. 
Figure 4.36 presents lattice fringe image of a CNT in the lithiated state to show formation 
of Li9Al4 on its wall (ICDD PDF card number 00-024-0008 for the crystal structure 
information of Li9Al4). From this HRTEM image, it is clear that Al2O3 also takes active 
part in Li-ion intercalation and hence, contribute directly to the enhancement of specific 
capacity of the anode. In the following parts, electrochemical performance of the 
electrode will be discussed, which will further highlight this issue. 
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Figure 4.36: Lattice fringe image showing CNTs (0.34 nm) and (400) plane of Li9Al4 
(0.45 nm) on the outer surface of CNTs (after lithiation). 
Electrochemical performance of the half-cells, prepared using the ALD alumina 
coated CNT structure on Cu current collectors as working electrode and Li metal foil as 
reference and counter electrode, are presented in figure 4.37. First two charge-discharge 
cycles, at a current rate of 38 mA g-1, are shown in figure 4.37 (a). First lithiation 
capacity for the oxide-coated CNT sample was very high (3036 mAh g-1). However, first 
delithiation cycle for the sample showed huge irreversible capacity loss, in the range of 
43-45%. This high irreversible capacity loss may be related to solid electrolyte interphase 
(SEI) formation. However, from the second cycle onwards, irreversible capacity loss was 
found to be very low.  
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Figure 4.37: Electrochemical performance of the anode material. (a) Charge-discharge 
behavior of the CNT anode with alumina coating in first two cycles. (b) Rate capability of 
the alumina-coated CNT anode at five different current rates (114, 228, 372, 558 and 
1116 mA g-1, respectively For comparison, theoretical specific capacity of graphite is 
included. (c) Specific capacity retention ability of the electrode in higher number of 
cycles. Numerical values mentioned in figure b and c denotes the current rate (mA g-1), at 
which charge-discharge tests are performed. (d) Coulombic efficiency and irreversible 
capacity loss, as a function of number of cycles. 
First lithiation cycle for the alumina-coated CNT anode structures also showed 
plateau in the range of 1.0-0.5V. This is a typical signature of SEI formation in C-
nanostructure based electrodes [116], which was also observed for the CNT anodes, 
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reported in section 4.6. However, it may be noted that the plateau was extended over 
wider voltage range for the ALD alumina coated CNT anode. This may be related to 
initial breakdown of the oxide. Absence of the plateau from the second cycle onwards 
indicates a complete formation of SEI in the first cycle itself. Another important feature 
of the charge-discharge curves is the availability of a good fraction of full capacity at a 
voltage higher than 0.5V. This is again a common feature for all C-nanostructure based 
anodes and even nano-composite anodes like C-Si nanowire structures [117-120]. 
Contrary to expectation, this behavior does not affect the full cell characteristics in any 
significant way [158].  
Figure 4.37 (b) presents the rate capability for the ultra-thin alumina-coated CNT 
anodes. Specific capacities of the electrodes were tested at five different current rates 
(114, 228, 372, 558 and 1116 mA g-1, respectively), after two initial cycles at 38 mA g-1. 
At all the current rates, oxide coated CNT structure has shown very high specific 
capacity. It may be noted here that specific capacity of this alumina-coated MWCNT 
anode was much higher than that offered by bare MWCNT based anode, at all current 
rates (compare with figure 4.27 b). Moreover, the reduction in specific capacity, when 
tested under higher current rate, is very low for the alumina coated CNTs. Thus, this 
anode showed a high potential for fast charging, a basic requirement for practical 
applications. The uncoated CNT anode, on the contrary, showed a typical staircase type 
nature of the rate capability plot, common to most anode materials (compare with figure 
4.27 b).  
Another important feature for practical application of the anode is its capacity 
retention in long-cycle operation. Specific capacity of the electrode was tested for more 
159 
 
than 50 cycles, at a current rate of 372 mA g-1 (figure 4.37c). It may be observed that the 
ALD alumina-coated CNT electrode showed stable capacity. The alumina coated CNT 
anode offered higher capacity (~ 1100 mAh g-1) than the uncoated CNT anode (~ 900 
mAh g-1). Capacity fading for the alumina coated CNT anode showed extremely low (less 
than 0.1 % per cycle) degradation in specific capacity, which was considered to be 
comparable to most electrode materials. This electrode also offered very high Coulombic 
efficiency (> 99%) and very low irreversible capacity loss (< 1%), after initial five cycles 
(figure 4.37 d), indicating good battery performance. 
ALD alumina coated CNT anodes, directly synthesized on Cu current collectors, 
have shown multifarious advantages over conventional MCMB or natural graphite based 
electrodes (figure 4.38).  
 
 
 
 
 
 
 
Figure 4.38: A schematic of the advantageous features of ultrathin alumina coated 
MWCNT anode for Li-ion batteries. 
First, direct growth of interface-controlled MWCNTs on Cu current collector 
ensures good CNT-substrate bonding and extremely low resistance path for faster 
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electron movement, thus ensuring structural stability and faster charge transport. Second, 
higher surface area of MWCNTs provide extra Li+ ion intercalation sites. A conservative 
geometrical calculation (considering MWCNTs as cylinders and taking into account of 
only the outer surface area of outermost wall, their average outer diameter and density) 
predicts the specific surface area to be 113 m2/g. It is worthy to mention here that actual 
surface area of the samples is expected to be much higher – due to contributions from the 
inner walls of the MWCNTs and defects present in the structure. Third, alumina coating 
on the CNTs provides further intercalation sites, apart from providing stability to the 
electrode (by forming an extra layer, which protects CNTs against reactions with the 
electrolyte). Moreover, alumina coating makes the SEI more stable, thus minimizing the 
chance of thermal runaway [152]. Further, the binder-free nature of the electrode offers 
enhanced safety of the battery, as binders are known to decompose at higher temperature 
and initiate exothermic reactions, leading to explosions [158]. Strong bonding of the 
CNTs with the Cu substrate is another favorable issue for this electrode structure, 
increasing its structural stability during long cycle operation. Finally, specific capacity of 
the alumina coated CNT anode showed extremely high capacity; even at a very high 
current rate of 372 mA g-1 the anode showed a specific capacity of ~ 1100 mAh g-1, 
which was almost 3 times the theoretical specific capacity of graphite. Ultrathin alumina 
coated MWCNT anode, developed in present study, showed higher specific capacity than 
any other C-nanostructure based anodes and any type of oxide-containing anodes for Li-
ion batteries (figure 4.39). A quick comparison of specific capacities of anodes reveals 
that both MWCNT-on-Cu and alumina-coated MWCNT-on-Cu anodes show similar or 
better capacities, compared to most anode materials.  
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Figure 4.39: A comparison plot showing the specific capacities different anodes (as 
available in open literature) and that of the anodes in the present study, as a function of 
current density. [112-114, 116, 117, 119, 120, 125, 135, 138, 139, 140-144, 159-168]  
Better performance of these two types of anodes, proposed in the present study, is 
more evident in higher current density ranges. Thus, these novel nanostructured anodes 
are promising candidates for possible replacement of anodic material in future Li-ion 
batteries. Further studies to verify its performance in actual battery system should 
expedite use of these anodes in practical Li-ion batteries, enabling higher capacity, faster 
charging and better safety.  
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4.7 Operational Mechanism of Carbon Nanotube Based Anode in Li-ion Battery  
In sections 4.5 and 4.6, detailed description and analysis have been provided 
regarding development of two types of novel anode materials for Li-ion battery – 
MWCNT-on-Cu and ultrathin alumina coated MWCNT-on-Cu anodes. From structural 
and electrochemical characterization, issues like its mechanism, reasons for high capacity 
and high stability were understood. However, structure of SEI and its stability also 
dictates long term operational performance and safety of these anodes. Thus, further 
efforts were made to understand these issues. Differential scanning calorimetry (DSC) 
can indicate structural stability of the electrode and its performance at higher operational 
temperature, indicating safety of the electrodes. On the other hand, electrochemical 
impedance spectroscopy (EIS) can predict about development of any unusual resistance 
in electron’s path, leading to an idea about charge transfer process and probability of 
generating heat during operation. Further, x-ray photoelectron spectroscopy (XPS) can 
identify the type of bonds in SEI layer and hence, will be able to predict SEI formation 
and its stability. In the present study, these three techniques were used to gain further 
insight into stability and safety issues. The following sub-sections will concentrate on 
each of these techniques, separately.  
4.7.1 Differential Scanning Calorimetry (DSC) Studies on MWCNT Anode 
DSC studies were performed on the anode samples at different stages of lithiation 
and de-lithiation. Anode samples were collected after 1st and 2nd cycles, each after 
lithiation and de-lithiation and characterized for existence for any exothermic peak up to 
a temperature of 773 K (500°C). For comparison purpose, samples are also collected 
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during different stages of sample preparation. Results obtained from all these samples are 
compared in figure 4.40. Data obtained from DSC were compared with the calibration 
sample to understand its reliability.  
Figure 4.40: Differential scanning Calorimetry plots MWCNT anode, during different 
stage of preparation and different states of lithiation/de-lithiation. 
A quick look at the figure reveals immediately that the MWCNT-on-Cu anodes 
did not show any appreciable exothermic peak till 500°C. Some minor peaks were 
observed in the de-lithiated states; however heat evolved in those peaks were almost 
negligible. So, it seems that the MWCNT-on-Cu anodes are safe for practical use. The 
content of the electrode did not undergo any reaction, producing any appreciable amount 
of heat, which might have led to thermal runaway. However, it is important to investigate 
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further into the smaller peaks found on de-lithiated samples. It may be observed that such 
peaks were absent in the lithiated state and even during all stages of sample preparation. 
To understand this issue more clearly, it is necessary to check formation of any extra 
resistance and its possible composition, which can be performed through EIS and XPS 
analysis. Following two sub-sections will focus on these two kinds of characterization.  
4.7.2 Electrochemical Impedance Spectroscopy (EIS) Studies on MWCNT Anode 
EIS studies are becoming increasingly popular for electrochemical systems, 
though interpretation of the EIS plots and explaining basic electrical circuit elements is 
still not easily understandable to all [169, 170]. In the present study, EIS was performed 
for half cells with different charging/discharging history and results are explained in 
order to understand internal mechanism. It may be recalled here from chapter 3 that 
during the present study, all EIS tests were done in galvanostatic mode, using a 10 µA 
(rms value) ac signal, within the frequency domain of 100 kHz to 1mHz. Samples with 
five (5) different charging history were tested – 1st cycle after lithiation, 1st cycle after de-
lihiation, 2nd cycle after lithiation, 2nd cycle after de-lithiation and 55th cycle after de-
lithiation. Before onset of measurement, each half cell was equilibrated for 100 s at open 
circuit voltage (OCV).  Figure 4.41 summarizes the EIS output, in terms of Nyquist plots 
and Bode plots, which are the conventional methods of explaining EIS data. The plots 
were compared with available theory for EIS to understand their meaning. Equivalent 
circuit models are proposed after analysis of the data. 
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Figure 4.41: Electrochemical impedance spectroscopy results for MWCNT-on-Cu 
anodes, at different conditions of charge/discharge. (a) Nyquist plot for the whole 
frequency domain. (b) Nyquist plot for the frequency range 10 kHz – 100 mHz. (c) and 
(d) are Bode plots showing absolute impedance and phase-shift. 
A quick look at the Nyquist plots, figure 4.41 (a), show that EIS responses from 
all the samples have a semi-circular part and a straight line part, which makes 
approximately 45° angle with the horizontal axis. It becomes obvious that the latter part, 
straight line with roughly 45° angle with x-axis, is due to Warburg impedance, which is 
ω 
(a) (b)
(d)(c) 
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known as the impedance caused by diffusional movement of species. Warburg impedance 
is affected by the frequency of applied signal – at high frequencies, this impedance is 
small as diffusing species don’t have to move very far. On the other hand, Warburg 
impedance is substantial at lower frequencies, as reactants have to diffuse further. In the 
present case also, same trend is observed, which is more visible in figure 4.41 (b), in 
which a certain portion of the low frequency results have been purposefully omitted to 
show this effect. Even in such a case, it is observed that Warburg impedance is negligible 
for lithiated samples, but appreciable for all de-lithiated samples. This common trend 
indicates that products of de-lithiation cause more impedance in the cell. 
Comparison of the Nyquist and Bode plots of this anode material with case 
histories, reported in open literature [171-176], gives an idea of the equivalent circuit for 
the present system. Figure 4.42 shows the basic equivalent circuit. 
 
 
 
 
 
Figure 4.42: Equivalent circuit with mixed charge transfer and diffusion control, for 
MWCNT-on-Cu anodes. 
In figure 4.42, Rs is ohmic resistance of the cell, including resistance of current 
collectors, active materials, electrolyte and separator; Qdl is the capacitance for the 
constant phase element (double-layer capacitance – it is called constant phase element, as 
W
Qdl 
Rct 
Rs 
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it behaves little differently than ideal capacitors in electrochemical cells); Rct is the 
charge transfer resistance and W is the Warburg impedance. An equivalent circuit, which 
does not have this “W” term, shows a typical semi-circle behavior in Nyquist plot. 
Considering only the semi-circular part of the Nyquist, values of solution resistance and 
charge transfer resistance can be appreciated. Solution resistance is given by the intercept 
value between the plot and the real impedance axis (at highest frequency), while diameter 
of the semi-circle is the charge transfer resistance. It may be observed from figure 4.41 
that the solution resistance (Rs) is very low, between 3 – 5 Ω, for all the samples and it 
remains nearly constant even after 55 cycles. However, charge transfer resistance (Rct) 
varies extensively between different samples. During the initial cycles, charge transfer 
resistance is very high, while it shrinks to low value after 55 cycles. This trend indicates 
better performance of the anode with cycling, which is evident from the excellent 
capacity stability during cycling. Another important issue to be observed from figure 4.41 
(a) is that the semi-circular parts of the ‘lithiated’ samples could be approximated as 
super-position of two semi-circles, while for the ‘de-lithiated’ samples, it is clearly one 
semi-circle. While the first semi-circle (at high frequency end) is associated commonly 
with SEI, the second semi-circle has often been related to presence of an extra double-
layer capacitance [174] or an extra interface [172]. Sometimes, such second semi-circles 
are related to any extra reaction front created by a failing coating [173]. In the present 
case, decreasing charge transfer resistance with increasing number of cycle does not 
indicate any failure of SEI. However, with available data, it is difficult to conclude about 
the source of such second semi-circles in ‘lithiated’ samples.  
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4.7.3 X-ray Photoelectron Spectroscopy (XPS) Studies on MWCNT Anode 
XPS aids in predicting possible composition of the SEI layer, formed on 
MWCNTs, during charging and discharging processes. A systematic study of several 
samples, after different cycles, can also highlight the stability of the SEI. Since, SEI 
stability is known to be associated with battery performance, analysis of XPS data is 
expected to give valuable information about the stability of the electrode. Figure 4.43 
presents different XPS spectra of a number of samples. Peaks are identified using several 
references [171, 177-179]. 
For understanding the composition of SEI, each peak in the high resolution scans 
of Li 1s, C 1s, O 1s, F 1s and P 2p energy spectra needs to be identified. In the present 
case, Li 1s spectra showed presence of Li2CO3 in all the samples. Peak from this 
compound was also found in C 1s and O 1s spectra. Its amount also does not change 
much, with increasing number of cycles and conditions of charge or discharge. Thus, it is 
concluded that Li2CO3 was a permanent component of SEI, irrespective of number of 
cycles or state of charge/discharge. Li2CO3 is a known component in graphite-based 
anodes. Several theories exist explaining formation of this compound – all of them 
indicate that it is a product of decomposition of electrolyte (EC or DEC) and reaction 
with Li+ ions [177]. Hydrocarbons (C-C or C-H type bonds) were also present in all the 
samples, which was a very common and expected observation. C 1s spectra showed one 
prominent peak in the range of 287-288 eV, which could either be related to lithium alkyl 
carbonates (R-CH2OCO2Li) and lithium ethers (R-CH2OLi) or simply with C-O type 
bonds. However, corresponding energy peaks of these bonds are not observed in Li 1s 
and O 1s spectra. Thus, at this moment, it is not possible to specifically identify this peak. 
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Figure 4.43: Li 1s, C 1s, O 1s, F 1s and P 2p XPS spectra of the anode after (a) 1st 
lithiation, (b) 1st de-lithiation, (c) 2nd lithiation, (d) 2nd de-lithiation and (e) 55th de-
lithiation cycles. 
 
LixPFyOz 
LiPF6
LiF 
LiPF6 Li2CO3 -(CH2CH2O)n- 
R-CH2OCO2Li 
C-C, C-H
Li2CO3
R-CH2OCO2Li C-O -(CH2CH2O)n-Li2CO3 
Li2O
170 
 
Both F 1s and P 2p spectra showed peaks for P-F bonds (LiPF6). From both the 
spectra, it was clear that it started forming from 1st lithiation cycle itself and showed 
highest concentration after 1st discharge cycle. After this cycle, its concentration went 
down and remained almost constant even up to 55th cycle. One important issue to be 
observed from F 1s spectra was the peak for LiF. Though it was found in both charged 
and discharged conditions till 2nd cycle, its absence in 55th cycle indicates that LiF was 
not a stable part of SEI and during cycling, it probably decomposed to form other 
products. Formation of LiF, either by reaction with trace water or with Li2CO3, was not 
directly driven by electrochemical lithium insertion [177] and probably during long 
cycling, it reacted back to form Li2CO3 and LiPF6. 
In figure 4.43, possible positions of some other bonds are identified, such as 
polyethylene oxide (PEO) type oligomers with a structure of –(CH2CH2O)n-, lithium 
containing phosphates (LixPFyOz), lithium oxide o the (Li2O). Though these bonds are 
often found in SEI formed on graphite anodes in Li-ion batteries, none of these were 
observed in the present case. This is in direct contrast to the observations made for 
graphite electrodes. However, it may be stressed at this moment that SEI on MWCNT 
anodes has not been analyzed before. So, it may be concluded that composition of SEI on 
MWCNT anode is little bit different from that on graphite electrode, though it is found to 
be very stable even up to 55 cycles.  
Detailed analysis through DSC, EIS and XPS aided in understanding the 
composition and stability of SEI, which were helpful in explaining excellent properties of 
MWCNT-on-Cu anode for application Li-ion batteries.  
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5. CONCLUSIONS 
This dissertation presented a detailed study on growth of multi walled carbon 
nanotubes (MWCNT) on interface-engineered substrates and application of such 
structures in enhancing performance of two types of CNT based devices – field emission 
device and lithium ion battery. While complete structural characterization and field 
emission analysis have been performed for the field emission devices, application of 
CNT based anodes in Li-ion batteries was supported by electrochemical and structural 
characterization, with special emphasis given on understanding the stability of solid 
electrolyte interphase (SEI), which is very closely related to reliable performance and 
safety of the battery.  It was observed in the present study that the interface-controlled 
growth of CNTs significantly affected the emission properties of field emitters. 
Furthermore, application of similar structures as anodes of Li-ion batteries improved the 
capacity of anode by a factor of three, clearly indicating the beneficial effects of this 
structure. The main aim of the present study was to develop CNT based energy efficient 
devices, which was achieved by successful demonstration of these two types of devices. 
Specific conclusions on this study can be summarized as follows: 
 Substrate for MWCNT growth has been observed to have profound effect on the 
field emission properties. Among the substrates studied, i.e., Cu, Si, W, Al and 
LTCC, it was observed that Cu substrate offered best field emission response, in 
terms of lower turn-on field, high level of emission current and good stability 
during long-time operation. This behavior can be related to several favorable 
factors such as strong bonding between CNTs and substrate, higher electrical and 
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thermal conductivities of Cu compared to others, which led to easier electron 
injection and faster heat dissipation, respectively. While low resistance to electron 
injection facilitated lower turn-on field, high heat dissipation ensured that the 
substrate-CNT bonding was not damaged, which led to better long-time operation. 
 Ti appeared as a good interface layer, which enhanced bonding between Cu and 
CNTs. Further, its low resistance ensured that electron could be transferred 
through this layer without much hindrance. 
 A Cu interface layer – for non-Cu substrates, acted as a source of electrons and 
easy flow path for electrons and thus, increased field emission response of 
MWCNTs grown on substrates like Si, W, Al, LTCC. This observation can lead 
to achievement of high emission current, even in cases where Cu can not be 
directly used as substrate for device design consideration.   
 Catalyst used for CNT growth also affected field emission behavior, as it was 
present in the electron flow path, either at root or tip of the CNTs. Ni catalyst was 
found to outperform Fe catalyst, in consideration of turn-on field. 
 MWCNTs were found to bond strongly with Cu-Ti (substrate-interlayer 
combination) than with Si-Ti combination. Nano-scrtaches performed on both 
these types of samples showed almost 4.7 times higher bonding energy for Cu and 
CNT, as compared to Si and CNT. This huge difference can be directly related to 
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intermetallic formation between Cu and Ti and TiC formation between Ti and C. 
However, Si did not react with Ti to form any such intermetallic. 
 Nano-scratch technique offered high accuracy and resolution, such that it can 
even be applied to quantify bonding energy of individual (lithographically 
patterned) carbon nanocones. This technique can be used for any kind of one-
dimensional nanomaterial to quantify its bonding with substrate materials. 
However, caution should be exercised to explain the results obtained by nano-
scratch as bonding energy is strongly dependent on material’s history. 
 3-dimensional (3-D) emitter, which constituted of MWCNTs grown within micro-
channels engraved in Cu substrates, showed much better performance as 
compared to conventional 2-D emitters. 3-D CNT emitter on Cu substrate was 
found offer very high emission current density (189 mA/cm2, RMS), which was 
one of the best emission currents, reported in open literature. Emission current 
was found to be directly related with number of micro-channels up to the level of 
16 channels, experimented during this study.   
 3-D emitter structure on Cu substrate with 16 channels showed a gigantic 27 
times enhancement in current density, as compared to its 2-D counterpart. It also 
offered a huge 23 times increment in emission current density over similar 3-D 
structure on alumina substrate. 
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 Graphene-CNT hybrid emitter offered two extremely important features to field 
emitters – transparency and flexibility, thus making it suitable for next generation 
flexible display materials. This hybrid emitter offered sufficient emission 
performance to establish feasibility of the proof-of-concept device. 
 MWCNT-on-Cu was used as anode of Li-ion batteries and the anode performed 
excellently. Even at very high charging/discharging rate of 1.116 Ag-1 (3.0C), the 
electrode showed a reversible capacity of 767 mAhg-1, representing 106% 
increment in capacity as compared to the theoretical capacity of graphite anodes 
(372 mAhg-1). 
 MWCNT-on-Cu anode also offered excellent stability of its specific capacity, up 
to 50 cycles. The structure showed zero capacity loss, after few initial cycles, 
which made it attractive for application in Li-ion batteries. Such outstanding 
performance of the anode could be related with CNTs’ high conductivity, surface 
area and zero expansion/contraction during lithiation/de-lithiation and strong 
bonding between CNTs and Cu substrate. 
 An ultra-thin alumina coating of the MWCNTs (through atomic layer deposition 
process) further enhanced specific capacity of the anodes and added extra safety 
feature to it. Specific capacity increment can be related to extra Li+ ion 
intercalation sites offered by alumina. 
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 Differential scanning calorimetry (DSC) studies showed no appreciable 
exothermic peak for the MWCNT anode, which supported its safety issue. 
 Electrochemical impedance spectroscopy (EIS) and x-ray photoelectron 
spectroscopy (XPS) explained reactions happening in solid electrolyte interphase 
(SEI) and low impedance of the cell during long run, which clarified excellent 
stability of the electrode. 
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6. RECOMMENDATIONS FOR FUTURE RESEARCH 
The current research was aimed to develop energy efficient devices based on 
carbon nanotubes. In that effort, highly efficient 2-dimensional and 3-dimensional CNT 
based field emitters have been demonstrated. Application of MWCNT-on-Cu in Li-ion 
batteries (as anode) offered much higher specific capacity and excellent capacity 
retention ability. With these success stories, the aim of the research was achieved. 
However, ‘science’ never stops and there is no end to scientific understanding and 
technological developments. Some of the related issues need further exploration to finally 
achieve the goal of commercial production of these CNT based devices. Following is a 
list of recommendations for advancing this research towards its final destination. 
1. Interface engineering: Optimization of structure 
In the present study, only five substrate materials, two interfacial layers and two 
catalysts could be studied. However, this set of experiments should be expanded to cover 
more substrate-interface-catalyst combinations with an aim to optimize the structure 
required for best field emission performance of CNT based emitters.  Further, addition of 
Cu intermediate layer should also be extended to all possible substrate materials, so that 
the degree of field enhancement is known, when CNTs are grown on all such substrates. 
On a large scale, this study can lead to creation of a roadmap for optimized performance 
of CNT based field emitters. This important step will certainly help to popularize 
application of CNT field emitters. 
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2. 3-D field emitters: Simulation and experimentation 
The present study portrays enormous scope for 3-D field emitters, which offers 
very high emission current density. Many scientific issues are not yet fully understood for 
the 3-D field emitters. For example, knowledge about shape and magnitude of electric 
fields of such emitters can assist to understand interaction between different electric 
fields and thus, can predict maximum possible emission current. Simulation studies can 
be helpful to understand these issues very quickly. In parallel, experiments should also be 
performed to practically measure highest emission current achievable from such devices.  
This knowledge will be extremely useful in expanding the application areas of 3-D field 
emitters. 
3. Performance optimization of CNT-based anodes in Li-ion batteries 
This study has shown good promise for application of directly grown CNTs on Cu 
current collectors as anode in Li-ion batteries. However, before this structure can be used 
commercially further characterization is required. These anodes are to be tested for 
longer cycles, may be for 1000 cycles, their rate capabilities are needed to be understood 
more clearly – specifically at very higher current rates. Further, all the characterization 
should be repeated at elevated and lower temperatures, in order to understand their 
behavior at extreme weather conditions. With all these information in hand, it will be 
easy to perform full-cell tests with commercially available or promising cathode 
materials, which will finally lead to probable commercialization of these anodes.  
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4. Understanding the mechanism of Li-ion intercalation/de-intercalation 
Though XPS and EIS studies have highlighted some of the important issues 
related to the mechanism of charge transfer in MWCNT based batteries, further scientific 
studies are required to be performed in order to understand the system fully. This 
involves thorough XPS and EIS studies at different states of charge and depths of 
discharge, for many numbers of cycles. Further, an in-situ TEM study can reveal more 
information about structural change of CNTs at nano-level during charging and 
discharging. All these basic information will be helpful in further developing the system.  
5. Graphene-CNT hybrid structure as anode in Li-ion batteries 
The MWCNT anode structure, studied in this research, is grown directly on Cu 
current collectors. At the root of the CNTs, a few layer graphene could be inserted. While 
the graphene structure will offer extra intercalation sites, thus increasing capacity of the 
electrode, it will also offer stronger bond with the substrate, which will ensure long 
electrode life-time. This hybrid structure has good promise for anode application in Li-
ion batteries.  
6. 3-D electrode design and performance optimization 
In line with the idea of construction of 3-D field emitters and their excellent 
response, 3-D anode should be designed for Li-ion battery application also. Since, 3-D 
electrodes offer much more surface area, it is expected that those anodes will offer much 
higher specific capacities. Such 3-D electrodes should be characterized thoroughly, as is 
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done in the present study and as recommended in the above-mentioned points (# 3 and 4) 
to gain full knowledge about such electrodes. 
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APPENDICES 
Appendix-1: Growth time effect on nano-scratch tests 
 
 
 
 
 
 
 
Figure A1: Nano-scratch tests on Cu (a and b) and Si (c and d) substrates, after a CNT 
growth time of 2 minutes (a and c) and 30 minutes (b and d). Both the samples have 
shown approximately same lateral force increment values for 2 minutes and 30 minutes, 
indicating that length of CNTs (which is much higher for 30 minutes samples) do not 
affect the scratching force to any significant level. 
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Appendix-2: Calculation of de-bonding energy of single CNTs from nano-scratch 
tests 
For calculation of debonding energy, following relations were used. 
 
Where,   
A = Area of interest, μm2 
W = Width of scratch, μm  
L = Arbitrary length of scratch, taken as 1 μm  
h = Normal displacement as measured from the normal displacement plots generated by 
the software, nm  
E = Energy to de-bond CNTs, pJ 
F = Lateral force as measured from lateral force-displacement plots generated by the 
software, μN 
N =  Number of CNTs in area of interest A  
ρ = CNT density (as measured from SEM images), /μm2 
E0 = Energy required to de-bond each CNT, pJ per CNT 
 
Lateral force (F) used in this calculation were calibrated to subtract the effects of 
substrates and catalysts.  
NEE
AN
LFE
hW
LWA
/
8
0
=
×=
×=
×=
×=
ρ
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During CNT density calculations, 50 images (which is a statistically significant 
number) were captured at high magnification (> 30, 000 X) for each type of samples. 
Number of CNTs in the area of images was counted on each of these images using 
ImageJ software.37 For CNT density calculation, counted number for CNTs for each 
image was divided by the area of the image. 
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Appendix-3: Calculation of area in 3-D field emitters  
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
Figure A2: Schematic representation of calculation scheme followed for MCP area 
enhancement. 
 
Let, d = diameter of each channel (~100 μm); t = thickness of copper MCP (~ 250 μm). 
If number of channels in one line (of length L, taken as 1 mm in the present study) is 
given by n, then the following relation holds true for the geometry given above. 
L = (n-1).3d + 2.(d/2) 
So, n = {(L-d)/3d +1} 
2d 
3d 
L 
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In a square of size L2 (taken as 1 mm2 in the present study), there will be n2 number of 
channels. In the calculation (excel file), we assumed n2 = N. 
Now, the total 3-dimensional area of the MCPs will be given by A. 
A = [(N.πdt) + {L2 – (N.πd2/4)}] 
A0 = Standard 2-dimensional emitter area = 1 mm2     
 
 
 
Table A1: Active area for CNT growth in each sample (calculated following the method 
mentioned above) 
 
Number of channels 
Active area for CNT 
growth (cm2) 
4 0.012826 
9 0.016359 
16 0.021304 
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Appendix-4: Characteristics of graphene used in transparent, flexible field emitter  
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
Figure A3: Fabricating graphene-on-PET. (a) Process flow for graphene transfer from 
Cu foil to PET substrate. Hot press lamination and chemical etching processes were used 
in this method. (b) Large area graphene film transferred over PET substrate. (c) 
Flexibility of graphene/PET film. 
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Figure A4: Characteristics of graphene-on-PET. (a) Raman spectra from graphene on 
copper foil and PET substrates. (b) Transmittance of graphene film over PET substrate. 
Inset shows large area transparent graphene/PET film. (c) Variation in resistance of 
graphene/PET film uniaxial stretched by 60 %. (d) Resistance of graphene/PET film with 
different bending radii. Insets show schematic of stress modes applied to graphene/PET 
film.   
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